(19) 



J 



Eur paisches Patentamt 
European Patent Office 
Office europeen des brev ts 



(11) 



EP 0 894 824 A1 



(12) 



(43) Date of publication: 

03.02.1999 Bulletin 1999/05 



(21) Application number: 97317422.4 

(22) Date of filing: 1 7.04.1 997 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 

(51) Int CI. 6 : C08L 9/00, C08K3/36, 
C08K3/04, C08K5/54, 
B60C 1/00 
// (C08L9/00, 71 :00) 



(86) International application number: 
PCT/JP97/01333 

(87) International publication number: 

WO 97/39055 (23.10.1997 Gazette 1 997/45) 



(84) 


Designated Contracting States: 


• TAKAGISHI, Yukio 


DE FR GB IT 


412, 1-2, Kyo-machi 3-chome 




Kanagawa 210 (JP) 


(30) 


Priority: 17.04.1996 JP 119689/96 


• INAGAKI, Katsumi 


47-29, Motooohashi 1-chome 


(71) 


Applicant: NIPPON ZEON CO., LTD. 


Kanagawa 247 (JP) 




Tokyo 100 (JP) 








(74) Representative: 


(72) 


Inventors: 


Hucker, Charlotte Jane 




NAKAMURA, Masao 


Gill Jennings & Every 




3-101, 78-40, Furuichiba 2-chome 


Broadgate House, 




Kanagawa 211 (JP) 


7 Eldon Street 






London EC2M 7LH (GB) 



(54) RUBBER COMPOSITION 

(57) The invention provides a rubber composition 
comprising 1 00 parts by weight of a diene rubber (i) and 
0. 1 to 25 parts by weight of a polyether-based polymer 

(ii). 
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Description 

TECHNICAL FIELD 

5 [0001] The pr sent invention relates to rubber compositions, and more particularly to rubber compositions having 
excellent heat build-up resistance, tensile strength and processability. The rubber compositions according to the 
present invention have low heat build-up and are thus suitable for use as rubber materials for automobile tires low in 
rolling resistance. The present invention also relates to novel polyether-based polymers useful as raw materials for the 
rubber compositions having such excellent various properties. 

10 

BACKGROUND ART 

[0002] As much importance has been attached to saving in resources and countermeasures to environment in recent 
years, requirements to reduce fuel consumption of automobiles have been increasingly severe. Automobile tires have 
15 also been required to low their rolling resistance so as to contribute to reduction in the fuel consumption. In order to low 
the rolling resistance of tires, it is generally effective to use a rubber material capable of providing a vulcanized rubber 
having low heat build-up as a rubber material for the tires. 

[0003] in general, rubber compositions in which carbon black is compounded into a diene rubber such as natural rub- 
ber (NR), polybutadiene (BR), polyisoprene (IR) or styrene-butadiene copolymer rubber (SBR) are widely used as rub- 
20 ber materials for tires. However, the rubber compositions obtained by compounding carbon black into the diene rubber 
have insufficient heat build-up resistance. 

[0004] It has heretofore been proposed to use, as a rubber material for tires, a rubber composition with silica com- 
pounded in place of carbon black as a reinforcing agent into a diene rubber so as to improve heat build-up resistance. 
However, the silica-compounded rubber composition has involved problems that since its processability is poorer carri- 
es pared with the carbon black-compounded rubber composition, the heat build-up resistance cannot be sufficiently devel- 
oped, and that it is insufficient in tensile strength and the like. A cause for these problems is considered to be attributed 
to the fact that the affinity of the silica for the diene rubber is lower than that of the carbon black, so that the processa- 
bility becomes poor, and a reinforcing effect cannot be sufficiently developed. 

[0005] In order to enhance the affinity of the silica for the diene rubber, it has heretofore been proposed to use a silane 
30 coupling agent (Japanese Patent Application Laid-Open Nos. 252431/1991 and 252433/1991 , etc.). However, the mere 
use of the silane coupling agent is not yet sufficient for the improving effect on heat build-up resistance, tensile strength 
and processability. 

[0006] In order to enhance the affinity of the silica for the diene rubber, it has also been investigated to use a diene 
rubber with a substituent group having high affinity for silica introduced therein. For example, a diene rubber with a ter- 

35 tiary amino group introduced therein has been proposed for a diene rubber according to an emulsion polymerization 
process (Japanese Patent Application Laid-Open No. 101344/1989). Besides, a diene rubber with a substituent group 
having a polar group, such as an alkylsilyi group (Japanese Patent Application Laid-Open No. 188501/1989), a halo- 
genated silyl group (Japanese Patent Application Laid-Open No. 230286/1 993) or a substituted amino group (Japanese 
Patent Application Laid-Open No. 22940/1989) introduced therein has been proposed for a diene rubber according to 

40 an anionic polymerization process. However, the diene rubbers with these substituent groups having a polar group 
introduced therein have demerits that their processability is poor upon blending with silica, and their properties such as 
heat build-up resistance and tensile strength are not sufficiently improved. 

[0007] On the other hand, with respect to polyether-based polymers, rubbery or resinous polymers have been known. 
As examples of rubber compositions comprising a polyether-based polymer as a main component, there have been 

45 reported a rubber composition comprising 70 parts by weight of an epichlorohydrin-allyl glycidyl ether copolymer rubber 
and 30 parts by weight of a low-nitrile rubber, which has excellent paper-feed performance and is useful for platen rolls 
(Japanese Patent Application Laid-Open No. 261436/1989), a rubber composition comprising 50 to 70 wt.% of epichlo- 
rohydrin rubber and 50 to 30 wt.% of butadiene rubber, which has excellent charging property and is suitable for use in 
charging rollers (Japanese Patent Application Laid-Open No. 164571/1995), a conductive rubber composition compris- 

so ing epihalohydrin rubber and silica (Japanese Patent Application Laid-Open No. 1 12653/1987), a rubber composition 
comprising epichlorohydrin rubber and hydrous silicic acid, which has excellent rancidity resistance and is suitable for 
use in hoses (Japanese Patent Publication No. 71946/1992), and a rubber composition comprising an epichlorohydrin- 
p ropy I en e oxide copolymer rubber and hydrous silicic acid and having excellent oil resistance, ozone resistance and 
low-temperature resistance (Japanese Patent Publication No. 62147/1993). Besides, as examples of polyether-based 

55 polymers useful as modifiers, there have been reported a copolymer of ethylene oxide and epichlorohydrin, which 
improves the static electricity -discharging properties of resins such as polyolefins (Japanese Patent Application Laid- 
Open No. 52986/1991), and an epihalohydrin copolymer rubber which improves the antistatic properties of plastic 
materials such as ABS resins (Japanese Patent Publication No. 84564/1995). However, these polyether-based poly- 
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mers have heretofore not been known to have an excel) nt modifying effect on rubb r compositions comprising diene 
rubber and silica. 

DISCLOSURE OF THE INVENTION 

5 

[0008] It is an object of the present invention to provide a rubber composition which exhibits excellent heal build-up 
resistance (low heat build-up), which is taken as an index to rolling resistance, and also has good tensile strength and 
processability, even when silica is compounded thereinto. 

[0009] Another object of the present invention is to provide a rubber composition which comprises a diene rubber and 
io silica as a reinforcing agent, and has excellent heal build-up resistance, tensile strength and processability. 

[001 0] A further object of the present invention is to provide a novel potyether-based polymer useful as a raw material 
for the rubber compositions having such excellent various properties. 

[0011] The present inventors have carried out an extensive investigation with a view toward overcoming the above- 
described problems involved in the prior art. As a result, it has been found that when a specific amount of a polyether- 
15 based polymer is compounded into a diene rubber, a rubber composition exhibiting excellent processability with silica 
and also having excellent heat build-up resistance and tensile strength can be provided. 

[0012] The polyether-based polymer is preferably a copolymer of at least two alkylene oxides, or a copolymer of an 
alkylene oxide and an unsaturated epoxide. The copolymer of an alkylene oxide and an unsaturated epoxide is prefer- 
ably a copolymer of at least two alkylene oxides and an unsaturated epoxide. In particular, an ethylene oxide-propylene 
20 oxide-unsaturated epoxide terpolymer is more preferred. This terpolymer is a novel polymer. 

[001 3] According to the present invention, there is thus provided a rubber composition comprising 1 00 parts by weight 
of a diene rubber (i) and 0.1 to 25 parts by weight of a polyether-based polymer (ii). 

[0014] According to the present invention, there is also provided a rubber composition further comprising silica in 
addition to the above-described rubber composition. 
26 [0015] According to the present invention, there is further provided an ethylene oxide-propylene oxide-unsaturated 
epoxide terpolymer composed of 50 to 98.9 wt.% of ethylene oxide, 1 to 35 wt.% of propylene oxide and 0.1 to 15 wt.% 
of an unsaturated epoxide. 

BEST MODE FOR CARRYING OUT THE INVENTION 

30 

Diene rubber (i) 

[0016] No particular limitation is imposed on the diene rubber (i) so far as it is a homopolymer of a conjugated diene, 
a copolymer of at least two conjugated dienes, or a rubbery copolymer of at least one conjugated diene and another 
35 monomer copolymerizabte with the conjugated diene. However, the diene rubber is desirably a (co) polymer the content 
of conjugated diene units of which is generally at least 40 wt.%, preferably within a range of from 50 to 100 wt.%, more 
preferably from 55 to 100 wt.%. 

[001 7] In the present invention, it is preferred to use a diene rubber (i-A) having a polar group in its molecule, from the 
viewpoint of balancing among properties of heat build-up resistance, tensile strength and processability at a high level. 

40 No particular limitation is imposed on the polar group in the polar group-containing diene rubber (i-A). However, a polar 
group containing a heteroatom is preferably used. Examples of the heteroatom include atoms belonging to Groups 5B 
and 6B of the second to forth periods in the periodic table, for example, nitrogen, oxygen, sulfur and phosphorus atoms. 
Of these, the nitrogen and oxygen atoms are preferred, Specific examples of the heteroatom-containing polar group 
include hydroxyl, oxy, carboxyl, carbonyl, oxycarbonyl, sulfide, disulfide, sulfonyl, sulfinyl, thiocarbonyl, imino, amino, 

45 nrtrile, ammonium, imide, amide, hydrazo, azo and diazo groups. Of these, the hydroxyl, oxy, sulfide, disulfide, imino and 
amino groups are preferred, and the hydroxyl, amino and oxy groups are more preferred. The hydroxyl and amino 
groups are most preferred. 

[0018] Examples of the diene rubber (i-A) containing such a polar group include © polar group-containing diene rub- 
ber (i-A-1) with a polar group bonded to a portion of a diene polymer containing conjugated diene monomer units and 
so optionally units of another copolymerizabte monomer, preferably to a terminal of its molecular chain, and © diene rub- 
ber (i-A-2) containing conjugated diene monomer units, polar group-containing vinyl monomer units and optionally units 
of another copolymerizable monomer. 

[001 9] Examples of the conjugated diene include 1 ,3-butadiene, 2-methyl-1 ,3-butadiene, 2,3-dimethyM ,3 -butadiene, 
2-chioro-1 ,3-butadiene and 1.3-pentadiene. Of these, 1 ,3-butadiene and 2-methyl- 1,3 -butadiene are preferred, with 
55 1 ,3-butadiene being particularly preferred. These conjugated dienes may be used either singly or in any combination 
thereof. 

[0020] No particular limitation is imposed on the polar group-containing vinyl monomer so far as it is a polymerizable 
monomer which contains at least one polar group in its molecule. Specific examples thereof include amino group-con- 
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taining vinyl monomers, hydroxy! group-containing vinyl monomers and oxy group-containing vinyl monomers. The 
hydroxyl group-containing vinyl monomers and amino group-containing vinyl monomers are preferred. These polar 
group-containing vinyl monomers may be used ither singly r in any combination thereof. 

[0021 ] Examples of the amino group-containing vinyl monomers include potymerizable monomers having at least one 
s amino group selected from the group consisting f primary, secondary and tertiary amino groups in their molecules. Of 
these, tertiary amino group-containing vinyl monomers are particularly preferred. These amino group-containing vinyl 
monomers may be used either singly or in any combination thereof. 

[0022] Examples of the primary amino group-containing vinyl monomers include acryl amide, methacrytamide, p- 
a mi no-sty rene, aminomethyl (meth)acrylate, aminoethyl (meth)acrylate, aminopropyl (meth)acrylate and aminobutyl 
10 (meth)acrylate. 

[0023] Examples of secondary amino group-containing vinyl monomers include anilinostyrenes disclosed in Japa- 
nese Patent Application Laid -Open No. 130355/1986; anilinophenylbutadienes disclosed in Japanese Patent Applica- 
tion Laid-Open No 130356/1986; and N-monosubstituted (meth)acrylamides such as N-methyl (meth)acrylamide, N- 
ethyl (meth)acrylamide, N-methylolacrylamide and N-(4-anilinophenyl) methacryiamide. 
is [0024] Examples of tertiary amino group-containing vinyl monomers include N,N-disubstituted aminoalkyl acrylates, 
N,N-d ^substituted aminoalkyl acrylamides, N.N-di substituted ami no-aromatic vinyl compounds and vinyl compounds 
having a pyridyl group. 

[0025] Examples of the N.N-disubstituted amino acrylates include esters of acrylic acid or methacrylic acid, such as 
N.N-dimethylaminomethyl (meth)acryfate, N,N-dimethylaminoethyl (meth)acrylate, N.N-dimethylaminopropyl 

20 (meth)acrylate, N,N-dimethylaminobutyl (meth)acrylate, N,N-diethyIaminoethyl (meth)acrylate, N,N-diethylaminopropyl 
(meth)acrylate, N,N-diethylaminobutyl (meth)acrylate, N-methyl-N-ethylaminoethyl (meth)acrylate, N.N-dipropylami- 
noethyl (meth)acrylate, N.N-dibutylaminoethyl (meth)acrylate, N,N-dibutylaminopropyl (meth)acrylate, N,N-dibutylami- 
nobutyl (meth)acrylate, N.N-dihexylaminoethyl (meth)acrylate, N,N-dioctylaminoethyl (meth)acrylate and 
acryloylmorpholine. Of these, N,N-dimethylaminoethyl (meth)acrylate, N,N-diethylaminoethyl (meth)acrylate, N,N- 

25 dipropy I aminoethyl (meth) acryl ate, N,N-dioctylaminoethyl (meth) acryl ate and N-methyl-N-ethylaminoethyl (meth)acr- 
ylate. 

[0026] Examples of the N.N-disubstituted aminoalkyl acrylamides include acryl amide compounds or methacrytamide 
compounds such as N,N-dimethylaminomethyl (meth)acrylamide, N,N-dimethylaminoethyl (meth)acrylamide, N,N- 
dimethytaminopropyl (meth)acrylamide, N,N-dimethylaminobutyl (meth)acrylamide, N.N-diethylaminoethyl (meth)acry- 

30 lamide, N.N-diethylaminopropyl (meth)acrylamide, N,N-diethylaminobutyl (meth)acrylamide. N-methyl-N-ethylaminoe- 
thyl (meth)acrylamide, N,N-dipropylaminoethyl (meth)acrylamide, N,N-dibutyl aminoethyl (meth)acrylamide, N,N- 
dtoutylaminopropyl (meth)acrytamide, N,N-dibutylaminobutyl (meth)acrylamide p N,N-dihexylaminoethy( (meth)acryla- 
mide. N.N-dihexylaminopropyl (meth)acrylamide and N.N-dioctylaminopropyl (meth)acrylamide. Of these, N,N-dimeth- 
ylaminopropyl (meth)acrylamide, N.N-diethylaminopropyl {meth)acrylamide and N.N-dioctylaminopropyl 

35 (meth)acrylamide are preferred. 

[0027] Example of the N.N-disubstituted amino-aromatic vinyl compounds include styrene derivatives such as N,N- 
dimethylaminoethylstyrene, N,N-cOethylaminoethylstyrene, N,N-dipropylaminoethylstyrene and N.N-dioctylaminoethyl- 
styrene. 

[0028] Examples of the pyridyl group-containing vinyl compounds include 2-vinylpyridine, 4-vinylpyridine, 5-methyl-2- 

40 vinylpyridine and 5-ethyl-2-vinytpyridine. Of these, 2-vinylpyridine and 4-vinylpyridine are preferred. 

[0029] Examples of the hydroxyl group-containing vinyl monomers include polymerizable monomers having at least 
one primary, secondary or tertiary hydroxy! group in their molecules. Examples of such hydroxyl group-containing vinyl 
monomers include unsaturated carboxylic acid monomers, vinyl ether monomers and vinyl ketone monomers each hav- 
ing a hydroxyl group. Of these, the hydroxyl group-containing unsaturated carboxylic acid monomers are preferred. 

45 Examples of the hydroxyl group-containing unsaturated carboxylic acid monomers include derivatives such as esters, 
amides and anhydrides of a, |3 -unsaturated carboxylic acids such as acrylic acid, methacrylic acid, rtaconic acid, fumaric 
acid and maleic acid. The ester compounds of acrylic acid, methacrylic acid and the like are preferred. 
[0030] Specific examples of the hydroxyl group-containing vinyl monomers include hydroxymethyl (meth)acrylate, 2- 
hydroxyethyl (meth)acrylate, 2-hydroxypropyl (meth)acrytate, 3-hydroxypropyl (meth)acrylate, 3-chloro-2-hydroxypropyl 

so (meth)acrylate, 3-phenoxy-2-hydroxypropyl (meth)acrylate, glycerol mono-(meth)acry!ate, hydroxybutyl (meth)acrylate, 
2-chloro-3-hydroxypropyl (meth)acrylate, hydroxyhexyl (meth)acrylate, hydroxyoctyl (meth)acrylate, hydroxymethyl 
(meth)acrytamide, 2-hydroxypropyl (meth)acrylamide, 3-hydroxypropyl (meth)acry lamide, di -(ethylene glycol) itaco- 
nate, di-(propylene glycol) itaconate, bis(2-hydroxypropyl) itaconate, bis(2-hydroxyethyl) itaconate, bis(2-hydroxyethyl) 
fumarate, bis(2-hydroxyethyl) maleate, 2-hydroxyethyl vinyl ether, hydroxymethyl vinyl ketone and ally! alcohol. Of 

55 these, hydroxymethyl (meth)acrylate, 2-hydroxyethyl (meth) aery late, 2-hydroxypropyl (meth)acrylate, 3^hydroxypropyl 
(meth)acrylate. 3-phenaxy-2-hydroxypropyl (meth)acrylate. glycerol mono-(meth)acrylate, hydroxybutyl (meth)acrylate, 
hydroxyhexyl (meth)acrylate, hydroxyoctyl (meth)acrylate, hydroxymethyl (meth)acrylamide, 2-hydroxypropyl 
(meth)acryl amide and 3-hydroxypropyl (meth)acrylamide are preferred. 
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[0031] Examples of the oxy group-containing vinyl monomers include alkoxysilyl group-containing vinyl monomers 
disclosed in Japanese Patent Application Lard-Open Nos. 188501/1989 and 188356/1995, such as trimethoxyvinylsi- 
lane, triethoxyvinylsilane, tri(2-methylbutoxy)vinylsilane, 6-trimethoxysilyM t 2-hexen , p-trimethoxysilylstyrene, triphe- 
noxyvinylsilane. 3-trimethoxysilylpropyl methacrylate and 3-triethoxysilylpropyl acrylate. 

s [0032] These polar gr up-containing vinyl monomers may be used either singly or in any combination thereof. 

[0033] No particular limitation is imposed on said another copolymerizable monomer so far as it does not impair the 
objects of the present invention. When much importance is attached to balance between heat build-up resistance and 
wet skid resistance, however, an aromatic vinyl is generally used. Examples of the aromatic vinyl include styrene, a- 
methylstyrene, 2-methylstyrene, 3-methylstyrene, 4-methylstyrene, 2,4-diisopropylstyrene, 2,4-dimethylstyrene, 4-t- 

w butylstyrene, 5-t-butyl-2-methylstyrene, monochlorostyrene, dichlorostyrene and monofluorostyrene. Of these, styrene 
is preferred. These copolymerizable monomers may be used either singly or in any combination thereof. 
[0034] The contents of the respective monomer units in the polar group-containing diene rubber (i-A) are suitably 
selected as necessary for the end application intended. 

[0035] In the case where the polar group-containing diene rubber (i-A-1) with the polar group bonded to a portion of 

is the polymer is a copolymer composed of a conjugated diene and another copolymerizable monomer, the contents of 
the respective monomers are as follows. The content of the conjugated diene bond units is generally within a range of 
from 45 to 95 wt.%, preferably from 50 to 90 wt.%, more preferably from 55 to 85 wt.%, while the content of the units of 
said another copolymerizable monomer (preferably aromatic vinyl bond units) is generally within a range of from 55 to 
5 wt%. preferably from 50 to 10 wt.%, more preferably from 45 to 15 wt.%. 

20 [0036] The contents of the respective monomers in the polar group-containing diene rubber (i-A-2) obtained by copo- 
lymer izing a polar group-containing vinyl monomer are divided into the case of copolymerization of a conjugated diene 
and a polar group-containing vinyl monomer, and the case of copolymerization of a conjugated diene, a polar group- 
containing vinyl monomer and another copolymerizable monomer. In the case of the copolymer of the conjugated diene 
and the polar group-containing vinyl monomer, the content of the conjugated diene bond units is generally within a 

25 range of from 80 to 99.99 wt.%, preferably from 85 to 99.95 wt.%, more preferably from 90 to 99.9 wt.%, while the con- 
tent of the polar group-containing monomer bond units is generally within a range of from 0.01 to 20 wt.%, preferably 
from 0.05 to 15 wt.%, more preferably from 0.1 to 10 wt.%. The contents of the respective monomer bond units in the 
case of the copolymer of the conjugated diene, the polar group-containing vinyl monomer and said another copolymer- 
izable monomer are as follows. The content of the conjugated diene bond units is generally within a range of from 45 

so to 94.99 wt.%, preferably from 50 to 85 wt.%, more preferably from 55 to 80 wt.%, the content of the polar group-con- 
taining monomer bond units is generally within a range of from 0.01 to 20 wt.%, preferably from 0.05 to 15 wt.%, more 
preferably from 0.1 to 1 0 wt.%, and the content of the units of said another copolymerizable monomer is generally within 
a range of from 5 to 55 wt.%, preferably from 10 to 50 wt.%. more preferably from 15 to 45 wt.%. 
[0037] These polar group-containing diene rubbers (i-A) can be prepared in accordance with a process known perse 

35 in the art. The polar group-containing diene rubber (i-A-1) with the polar group bonded to a portion of the polymer can 
be prepared by, for example, (1) a process (Preparation Process a) in which an active (co)polymer with an active metal 
bonded to a terminal of its polymer chain, which is obtained by (co)poly men zing a conjugated diene, or a conjugated 
diene and another copolymerizable monomer using an active organometalNc compound as an initiator in a hydrocarbon 
solvent, is allowed to react with a modifying agent to introduce a polar group to the terminal of the polymer chain, or (2) 

40 a process (Preparation Process b) in which a conjugated diene, or a conjugated diene and another copolymerizable 
monomer are (co)polymerized using an active organometallic compound containing a polar group as an initiator in a 
hydrocarbon solvent. The polar group-containing diene rubber (i-A-2) can be prepared by for example, (3) a process 
(Preparation Process c) in which a conjugated diene and a polar group-containing vinyl monomer, or a conjugated 
diene, a polar group-containing vinyl monomer and another copolymerizable monomer are copolymerized. 

45 [0038] These preparation processes (a to c) will hereinafter be described in detail. 

[0039] As the active organometallic compound used in Preparation Process a, there may be used that generally used 
in anionic polymerization. Examples thereof include organic alkali metal compounds, organic alkaline earth metal com- 
pounds and organic acid salts with rare earth metals of the lanthanoid series. Of these, the organic alkali metal com- 
pounds are preferred. 

so [0040] Examples of the organic alkali metal compounds include organic monolithium compounds such as n-butyllith- 
ium, sec-butytlithium, t-butyllithium, hexyllrthium, phenyliithium and stilbene lithium; polyfunctionaf organic lithium com- 
pounds such as dilithiomethane, 1,4-dilithiobutane, 1 ,4-dilithio-2-ethylcyclohexane and 1 ,3,5-trilithiobenzene; and 
sodium naphthalene and potassium naphthalene. Of these, the organolithium compounds are preferred, with the 
organic monolithium compounds being particularly preferred. 

55 [0041] Examples of the organic alkaline earth metal compounds include n-butyl magnesium bromide, n-hexylmagne- 
sium bromide, ethoxycalcium, calcium stearate, t-butoxystrontium, ethoxybarium, isopropoxybarium, ethylmercaptobar- 
ium, t-butoxybarium, phenoxybarium, diethylaminobarium, barium stearate and ethylbarium. 

[0042] Examples of the organic acid salts with rare earth metals of the lanthanoid series include composite catalysts 
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composed of neodymium versate/tri ethyl aluminum hydride/ethylaluminum sesquichloride as described in Japanese 
Patent Publication No. 64444/1988. 

[0043] These active organometallic compounds may be used either singly or in any combinati n thereof. The amount 
of the active organometallic compound used is suitably set cted according to a molecular weight required of a polymer 
5 formed. However, it is generally within a range of from 0.01 to 20 millimoles, preferably from 0.05 to 15 millimoles, more 
preferably from 0.1 to 10 millimoles per 100 g of the whole monomer used. 

[0044] The polymerization reaction using the active organometallic compound as an initiator is conducted in a hydro- 
carbon solvent which does not destroy the initiator. No particular limitation is imposed on a suitable hydrocarbon solvent 
so far as it is that used in usual solution polymerization, and examples thereof include aliphatic hydrocarbons such as 

io n-butane, n-pentane, isopentane, n-hexane, n-heptane and isooctane; alicyclic hydrocarbons such as cyclopentane, 
cyclohexane and methylcyclopentane; and aromatic hydrocarbons such as benzene and toluene. Of these, n-hexane, 
cyclohexane and toluene are preferred. Besides, an unsaturated hydrocarbon having low polymerizability, such as 1- 
butene, cis-2-butene or 2-hexene, may be used as needed. These hydrocarbon solvents may be used either singly or 
in any combination thereof, generally, in such a proportion that the concentration of the monomers amounts to 1-30 

75 wt.%. 

[0045] In order to control the microstructure of the conjugated diene bond units or the distribution of the aromatic vinyl 
copolymerised with the conjugated diene in the copolymer chain upon the polymerization reaction, a Lewis base com- 
pound may be used. No particular limitation is imposed on the Lewis base compound so far as it is that used in usual 
anionic polymerization using the active organometallic compound as an initiator. Examples thereof include ethers such 

20 as tetrahydrofuran, diethyl ether, dioxane, ethylene glycol dimethyl ether, ethylene glycol dibutyl ether, diethylene glycol 
dimethyl ether and diethylene glycol dibutyl ether; tertiary amines such as tetramethylethylenediamine, trimethylamine, 
triethylamine, pyridine and quinuclidine; alkali metal alkoxides such as potassium-t-amyl oxide and potassium-t-butyl 
oxide; and phosphines such as triphenylphosphine. Of these, the ethers and tertiary amines are preferred. 
[0046] These Lewis base compounds may be used either singly or in any combination thereof. The amount of the 

25 Lewis base compound used is generally within a range of from 0 to 200 moles, preferably from 0.1 to 100 moles, more 
preferably 0.5 to 50 moles, most preferably from 0.8 to 20 moles per mole of the initiator (active organometallic com- 
pound). 

[0047] The polymerization reaction is carried out by (co)polymerizing the conjugated diene, or the conjugated diene 
and another copolymerizable monomer (preferably, the aromatic vinyl). As the conjugated diene and another copolym- 
30 erizable monomer, at least two kinds of the respective monomers may be used in combination. When the conjugated 
diene and another copolymerizable monomer are used in combination, the proportions of the respective monomers in 
the whole monomer are as follows. The proportion of the conjugated diene is generally within a range of from 45 to 95 
wt.%, preferably from 50 to 90 wt.%, more preferably from 55 to 85 wt.%, while the proportion of another copolymeriz- 
able monomer is generally within a range of from 55 to 5 wt.%, preferably from 50 to 10 wt.%, more preferably from 45 

35 tO 15 Wt.%. 

[0048] The polymerization reaction is generally conducted in a temperature range of from -78°C to +150°C under a 
polymerization style such as a batch process or a continuous process. In the case where the aromatic vinyl is copoly- 
merized as another copolymerizable monomer, in order to enhance the randomness of aromatic vinyl units, it is desir- 
able to continuously or intermittently supply the conjugated diene or a mixture of the conjugated diene and the aromatic 
40 vinyl to the reaction system in such a manner that the aromatic vinyl content in the compositional ratio of the aromatic 
vinyl to the conjugated diene in the polymerization system amounts to a specific concentration range as described in, 
for example, Japanese Patent Application Laid-Open Nos. 140211/1984 and 143209/1981. 

[0049] As specific examples of the polymer formed by the polymerization reaction, may be mentioned polybutadiene, 
polyisoprene, butadiene-isoprene copolymers, styrene-butadiene copolymers, styrene-isoprene copolymers and sty- 
45 rene-butadiene-isoprene terpolymers. Thus, the polymer with the active metal bonded to the terminal of the polymer 
chain (i.e., the active polymer) is obtained. 

[0050] The modifying agent capable of reacting with such an active polymer to introduce a polar group to the terminal 
of the polymer chain is known, and various kinds of modifying agents disclosed in, for example, Japanese Patent Appli- 
cation Laid-Open No. 191705/1984, 137913/1985. 86074/1987. 109801/1987, 149708/1987 and 22940/1989 maybe 
so used. 

[0051] Specific examples of the modifying agent include a compound (hereinafter referred to as Modifying Agent X) 
having at least one reactive polar group such as a carbonyl, thiocarbonyl, aziridine or epoxy group in its molecule; and 
a compound (hereinafter referred to as Modifying Agent Y) having at least one reactive group reacting with an active 
metal, such as a carbonyl, thiocarbonyl, aziridine or epoxy group, a halogen atom, or a carbon-carbon unsaturated 
55 bond, and at least one of the above-described polar groups in its molecule. 

[0052] Examples of Modifying Agent X include ketones such as acetone, benzophenone and acetylacetone; alde- 
hydes such as benzaldehyde; oxiranes; carbodiimides; Schiff bases such as N-ethylethylideneimine, N-methylbenzyli- 
deneimine, N-hexylcinnamylideneimine, N-decyl-2-ethyl-1 ,2-diphenylbutyiideneimine, N-phenylbenzylideneimine, N- 
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dodecylcyclohexaneimine, N-propyi-2,5-cyclohexadieneimine and N-m ethyl -1-naphthal en imin ; and cyclic imine 
compounds having 2 or 3 carbon atoms. Of these, the oxiranes, carbodiimides and cyclic imine compounds having 2 or 
3 carbon atoms. 

[0053] Examples of the xiranes include ethylene oxide, propyl ne oxide, 1,2-epoxybutane, 1 ,2-epoxy-iso-butane, 

s 2,3-epoxybutane, 1 ,2-epoxyhexane. 1,2-epoxyoctane. 1,2-epoxydecane. 1,2-epoxytetradecane, 1 ,2-epoxyhexade- 
cane, 1 ,2-epoxyoctadecane, 1,2-epoxyeicosane, 1 ^-epoxy^-pentylpropane, 3,4-epoxy-1 -butene, 1,2-epoxy-5-hex- 
ene, 1 ,2-epoxy-9-decene. 1 ,2-epoxycyclopentane, 1,2-epoxy-cyclohexane, 1 ,2-epoxycyclododecane, 1,2- 
epoxyetylbenzene, 1,2-epoxy-1-methoxy-2-methylpropane, glycidyt methyl ether, glycidyl ethyl ether, glycidyl isopropyl 
ether, glycidyl ally I ether, glycidyl phenyl ether, glycidyl butyl ether, 2-(3,4-epoxycydohexyl)ethyltrimethoxysilane, 3-gly- 

10 cidyl-oxypropyltrimethoxysilane, epichlorohydrin, epibromohydrin, epiiodohydrin, 2,3-epoxy-1,1,1-trrfluoropropane and 
1,2-epQxy-1H t 1H,2H,3H,3H-heptadecafluoroundecane. Of these, ethylene oxide, propylene oxide, 1,2-epoxybutane, 
1,2-epoxy-iso-butane, 2,3-epoxybutane, 1 ,2-epoxyhexane, 3,4-epoxy-l -butene, 1,2-epoxy-5-hexene, glycidyl methyl 
ether, glycidyl ethyl ether, glycidyl isopropyl ether, glycidyl allyl ether, glycidyl phenyl ether, glycidyl butyl ether, 3-glyci- 
dyloxypropyltrimethoxysilane, epichlorohydrin and epibromohydrin are preferred. 

15 [0054] Examples of the carbodiimides include dimethyicarbodiimide, diethylcarbodiimide, dipropylcarbodiimide, dibu- 
tylcarbodiimide, dihexylcarbodiimide, dicyciohexylcarbodiimide, dibenzylcarbodiimide, diphenylcarbodiimide, methyl - 
propylcarbodiimide, butylcydohexylcarbodiimide, ethytbenzylcarbodiimide, propytphenylcarbodiimide and phenyl- 
benzylcarbodiimide. Of these, dicyciohexylcarbodiimide and diphenylcarbodiimide are preferred. 
[0055] Examples of the cyclic imine compounds having 2 or 3 carbon atoms include aziridines include N-unsubsti- 

20 tuted aziridine compounds such as ethyleneimine and propyleneimine, and N-unsubstrtuted azetidine compounds such 
as trimethyleneimine. 

[0056] Examples of Modifying Agent Y include compounds having a vinyl group and a hydroxyl group in their mole- 
cules; compounds having a vinyl group and an amino group in their molecules; compounds having a vinyl group and an 
alkoxysilyl group in their molecules; compounds having a halogen atom and an alkoxysilyl group in their molecules; and 

25 compounds having a carbonyl group and an amino group in their molecules. Of these, the compounds having a vinyl 
group and a hydroxyl group in their molecules, compounds having a vinyl group and an amino group in their molecules, 
compounds having a vinyl group and an alkoxysilyl group in their molecules, compounds having a halogen atom and an 
alkoxysilyl group in their molecules, and compounds having a carbonyl group and an amino group in their molecules 
are preferred, with the compounds having a carbonyl group and an amino group in their molecules being particularly 

30 preferred. 

[0057] As examples of the compounds having a vinyl group, and a hydroxy!, amino or alkoxysilyl group in their mole- 
cules, may be mentioned the same compounds as those specifically mentioned above as the polar group-containing 
vinyl monomers. 

[0058] Examples of the compounds having a vinyl group or a halogen atom, and an alkoxysilyl group in their mole- 

35 cules include monohalogenated alkoxysilanes such as t rimethoxych lor osi lane, triethoxychlorosilane, diethoxymethyl- 
chlorosilane, triphenoxychlorosilane and diphenoxyphenyliodosilane disclosed in Japanese Patent Application Laid- 
Open No. 188501/1989. These compounds may be used either singly or in any combination thereof. It is however nec- 
essary to determine the amount of the compounds added in such a manner that the functional group such as a vinyl 
group or halogen atom is present in an amount at least equivalent to the active metal. 

40 [0059] In the compounds having a carbonyl group and an amino group in their molecule, preferably, the compounds 
having a carbonyl group and a tertiary amino group in their molecules, both groups may be adjacent to or separate from 
each other. Example of compounds having both groups in an adjoined relation include N -substituted amides, N-substi- 
tuted imides, N-substituted ureas and N-substituted isocyanuric acids. Cyclic compounds having these functional 
groups are preferred. Examples of compounds having both groups in a separated relation include N-substituted ami- 

45 no ketones and N-substituted aminoatdehydes. The N-substituted aminoketones are preferred. 

[0060] Examples of the N-substituted cyclic amides include N-methyl-p-propiolactam, N-phenyl-p-propiolactam, N- 
methyi-2-pyrrolidone, N-vinyl-2-pyrrolidone, N-phenyl-2-pyrrolidone, N-t-butyl-2 -pyrrol idone, N-m ethyl -5-m ethyl -2 -pyr- 
rolidone, N-methyl-2-piperidone, N-vinyl-2-piperidone, N-phenyl-2-piperidone, N-methyl-c-caprolactam, N-phenyl-e- 
caprolactam, N-methyl-co-lauryiolactam and N -vinyl -oo-laurylolactam. Of these, N-methyl-2-pyrrolidone, N-vinyl-2-pyrro- 

50 lidone, N-phenyl-2-pyrrolidone, N -methyl -piperidone, N-vinyl-2-piperidone, N-methyl-e-caprolactam and N-phenyl-e- 
caprolactam are preferred. 

[0061] Examples of the N-substituted cyclic ureas include 1 ,3 -dimethyl ethyl eneurea, 1 ,3-divinylethyleneurea, 1 ,3-die- 
thyl-2-imidazolidi none and 1-methyi-3-ethyl-2-imidazolidinone, with 1 ,3-dimethylethyteneurea and 1 ,3-divinylethyleneu- 
rea being preferred. 

55 [0062] Examples of the N-substituted aminoketones include 4-N, N-dimethylaminoacetophenone, 4-N-methyl-N-ethyl- 
aminoacetophenone, 4-N,N-diethylaminoacetophenone, 1,3-bis-(diphenylamino)-2-propanone, 1 ,7-bis(methylethy1- 
amino)-4-heptanone, 4-N.N-dimethylaminobenzophenone, 4-N,N-di-t-butylaminobenzophenone, 4-N.N- 
diphenylaminobenzophenone, 4,4 , -bis(dimethylamino)benzophenone, 4,4'-bis-(diethylamino)benzophenone and 4,4'- 



7 



EP 0 894 824 A1 



bis(diphenytamino)benzophenone. Of these, 4,4'-bis(dimethylamino)benzophenon , 4,4'-bis(diethyiamino)benzophe- 
none and 4,4'-bis(diphenylamino)benzophenone are particularly preferred. 

[0063] Examples of the N -substituted aminoakJehydes include N-substituted aminoaldehydes such as 4-N,N-dimeth- 
ylaminobenzaldehyd , 4-N.N-diphenylaminobenzaldehyde and 4-N,N-divinylaminob nzald hyde. 
[0064] These modifying agents may be used either singly or in any combination th reof. The amount of the modifying 
agent used is suitably selected according to the properties required of the resulting diene rubber. However, it is gener- 
ally within a range of from 1 to 50 equivalents, preferably from 1 to 20 equivalents, more preferably from 1 to 10 equiv- 
alents to the active organometailic compound. 

[0065] The polar group-containing diene rubber (i-A-1 ) used in the present invention may be that obtained by allowing 
a combination of the modifying agent and a polyfunctional coupling agent to react with the active polymer. The reactions 
ol the active polymer with the modifying agent and the polyfunctional coupling agent may be conducted at the same 
time or separately one after the other. The amount of the modifying agent used in such a case is as follows. The amount 
of the modifying agent used in the case where the modifying agent is allowed to react with the active polymer at the 
same time as the polyfunctional coupling agent or before the reaction with the polyfunctional coupling agent is generally 
within a range of from 0.1 to 0.9 equivalents, preferably from 0.2 to 0.8 equivalents, more preferably from 0.3 to 0.7 
equivalents to the active organometailic compound. When the modifying agent is allowed to react with the active poly- 
mer after the reaction with the polyfunctional coupling agent, the amount of the modifying agent used is generally within 
a range of from 0.1 to 50 equivalents, preferably from 0.2 to 20 equivalents, more preferably from 0.3 to 10 equivalents 
to the active organometailic compound. On the other hand, the amount of the polyfunctional coupling agent used in 
such a case is as follows. The amount of the polyfunctional coupling agent used in the case where the polyfunctional 
coupling agent is allowed to react with the active polymer at the same time as the modifying agent or before the reaction 
with the modifying agent is generally within a range of from 0. 1 to 0.9 equivalents, preferably from 0.2 to 0.8 equivalents, 
more preferably from 0.3 to 0.7 equivalents to the active organometailic compound. When the polyfunctional coupling 
agent is allowed to react with the active polymer after the reaction with the modifying agent, the amount of the polyfunc- 
tional coupling agent used is generally within a range of from 0.1 to 50 equivalents, preferably from 0.2 to 20 equiva- 
lents, more preferably from 0.3 to 1 0 equivalents to the active organometailic compound. 

[0066] As examples of the polyfunctional coupling agent used, may be mentioned various kinds of polyfunctional cou- 
pling agents disclosed in, for example, Japanese Patent Application Laid-Open Nos. 143209/1981, 17362/1981, 
5591 2/1 982 and 1 62605/1 983. 

[0067] As specific examples of the polyfunctional coupling agent, may be mentioned tin type coupling agent such as 
tin di chloride, tin tetrachloride, tin tetrabromide, monomethyltin trichloride, monoethyltin trichloride, monobutyltin trichlo- 
ride, monohexyltin trichloride, dimethyltin dichlohde, diethyttin dichloride, dibutyltin dichioride, dibutyltin dibromide, 
tetramethoxytin, tetraethoxytin, tetrabutoxytin and bis(trichlorostannyl)ethane; silicon type coupling agents such as sili- 
con dichloride, silicon dibromide, silicon tetrachloride, silicon tetrabromide, silicon tetraiodide, monomethyltrichlorosi- 
lane, monoethyltrichlorosilane, monombutyltrichlorosilane, monohexyltrichlorosilane, monomethyltribromosilane, 
dimethyldichJorosilane, diethyldichlorosilane, butyltrichlorosilane, dibutyldichlorosilane, dihexyldichlorosilane, dimethyl- 
dibromosilane, tetramethoxysilane, tetraethoxysilane, tetrabutoxysilane, diphenyldimethoxysilane. diphenyldimethox- 
ysilane. diphenyldiethoxysilane, monochlorotrimethoxysilane, monobromotrimethoxysilane, dichlorodimethoxysilane. 
dforomodimethoxysilane, trichloromethoxysilane, tribromomethoxysilane, alkyftriphenoxysilanes and bis(trichlorosi- 
lyl)ethane; halogenated metal type coupling agents such as lead dichloride and germanium tetrachloride; unsaturated 
nitrile type coupling agents such as ethylacrylonitrile; halogenated hydrocarbon type coupling agents such as dichlo- 
ro methane, dibromomethane, drchloroethane, dibromoethane, dichloropropane, dibromopropane, dibromobenzene, 
dichlorobenzene, chloroform, tribromomethane, trichtoroethane, trichloropropane, tribromopropane, carbon tetrachlo- 
ride and tetrachloroethane; ester type coupling agents such as methyl formate, ethyl formate, methyl acetate, ethyl ace- 
tate, propyl acetate, isopropyl acetate, amy! acetate, methyl propionate, methyl butyrate, ethyl butyrate, ethyl 
trimethylacetate, methyl caproate, ethyl caproate, methyl benzoate, ethyl benzoate, dimethyl adipate, diethyl adipate, 
ethyl benzoate, dimethyl terephthalate, diethyl terephthalate, dimethyl phthalate and dimethyl isophthalate; halide type 
coupling agents such as terephthalic acid dichloride, phthalic acid dichloride, isophthalic acid dichloride and adipic acid 
dichloride; and phosphorus type coupling agents such as tris(nonylphenyl)phosphite, trimethytphosphrte and triethyl- 
phosphite. Of these, the tin type coupling agents, silicon type coupling agents, ester type coupling agents and halogen- 
ated hydrocarbon type coupling agents are preferred, with the tin type coupling agents and silicon type coupling agents 
being particularly preferred. 

[0068] These polyfunctional coupling agents may be used either singly or in any combination thereof. 
[0069] The modification reaction and coupling reaction may be conducted by bringing the diene polymer having the 
active metal into contact with the modifying agent and/or the polyfunctional coupling agent. In the case where the active 
polymer has been prepared by a polymerization reaction, the reaction can be generally performed by adding the pre- 
scribed amount of the modifying agent and/or the polyfunctional coupling agent to the reaction mixture containing the 
active polymer before termination of the polymerization. The reaction temperature and time may be widely selected. 
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However, the reaction is generally conducted at room temperature to 120°C for several seconds to several hours. In 
general, the modification rate is suitably selected within a range of from 10 to 100%. The modification rate can be deter- 
mined by measuring respective absorption intensities by a differential refractorneter (Rl) in GPC and a spectrophotom- 
eter (UV) for ultraviolet and visible region to find a ratio (UV/RI) of the respective intensities and comparing the value 
5 with a calibration curve prepared in advance. The coupling rate may be suitably selected. However, it is g nerally within 
a range of from 10 to 100%. The coupling rate can be determined from an area ratio of high molecular weight to low 
molecular weight in a differential refractorneter by GPC measurement. 

[0070] No particular limitation is imposed on the active organometallic compound containing a polar group used in 
Preparation Process b, and that used as an initiator in usual anionic polymerization may be used. In general, an active 

w organometallic amides is used. The active organometallic amide used may be either an amide prepared by allowing an 
active organometallic compound to react with a secondary amine in advance, or an amide formed in the polymerization 
reaction system by adding an active organometallic compound in the presence of at least a part of a monomer and a 
secondary amine like the process disclosed in Japanese Patent Application Laid -Open No. 199921/1994. 
[0071] Examples of the secondary amine include aliphatic secondary amine compounds, aromatic secondary amine 

15 compounds and cyclic imine compounds. The aliphatic secondary amine compounds and cyclic imine compounds are 
preferred. 

[0072] Examples of the aliphatic secondary amine compounds include dimethylamine, methylethylamine, methylpro- 
pylamine, methylbutylamine, methylamylamine, amylhexylamine, diethyiamine, ethylpropylamine, ethyibutylamine, 
ethylhexyl amine, dipropylamine, diisopropylamine, propylbutylamine, dibutylamine, diamylamine, dihexylamine, dihep- 
20 tylamine, dioctylamine, methyl cyclop entytamine, ethylcyclopentylamine, methyl cyclohexylamine, dicycloperrtylamine 
and dicyclohexylamine. Of these, dimethylamine, methylethylamine, diethyiamine, dipropylamine, diisopropylamine, 
dibutylamine, diamylamine, dihexylamine, diheptylamine and dioctylamine are preferred. 

[0073] Examples of the aromatic secondary amine compounds include di phenyl amine, N-methylaniline, N-ethyl- 
aniline, dibenzylamtne, N-methylbenzylamine and N-ethylphenethylamine. 

25 [0074] Examples of the cyclic imine compounds include azihdine, azetidine, pyrrolidine, piperidine, 2-methylpiperid- 
ine, 3-methylpiperidine, 4-methylpiperidine, 3,5-dimethylpiperidine, 2-ethylpiperidine, hexamethyleneimine, heptameth- 
yleneimine, dodecamethyieneimine, coniine, morpholine, oxazine, pyrroline, pyrrole and azepine Of these, pyrrolidine, 
piperidine, 3-methylpiperidine, 4-methylpiperidine, 3,5-dimethylpiperidine, 2-ethylpiperidine, hexamethyleneimine and 
heptamethyleneimine are preferred. 

30 [0075] These secondary amines may be used either singly or in any combination thereof. 

[0076] In the case where the active organometallic amide prepared by allowing an active organometallic compound 
to react with a secondary amine in advance is used, the amount of the active organometallic amide used is suitably 
selected according to the molecular weight required of a polymer formed. However, it is generally within a range of from 
0. 1 to 30 mmol, preferably from 0.2 to 15 mmol, more preferably from 0.3 to 10 mmol, per 100 g of the whole monomer 

35 used. 

[0077] tn the case where the active organometallic amide is formed in the polymerization reaction system by adding 
an active organometallic compound and a secondary amine to the system, the amount of the organometallic compound 
used is suitably selected according to the molecular weight required of a polymer formed. However, it is generally within 
a range of from 0. 1 to 30 mmol, preferably from 0.2 to 15 mmol, more preferably from 0.3 to 10 mmol, per 100 g of the 
40 whole monomer used. The amount of the secondary amine used at this time is generally within a range of from 0.5 to 
2 equivalents, preferably from 0.8 to 1 .5 equivalent, more preferably from 1 to 1.2 equivalents to the active organome- 
tallic compound. 

[0078] The polymerization reaction of Preparation Process b may be conducted in accordance with a process known 
perse in the art. For example, the reaction may be carried out by bringing the active organometallic compound into con- 
45 tact with the secondary amine compound in the presence of at least a part of the monomer(s) in accordance with the 
process disclosed in Japanese Patent Application Laid-Open No. 199921/1994. Other polymerization conditions are 
the same as those in Preparation Process a described above. 

[0079] In the process of Preparation Process b, the polymer formed may be allowed to react with the modifying agent 
and/or the polyfunctional coupling agent after completion of the polymerization reaction. The amounts of the modifying 
so agent and/or the polyfunctional coupling agent used and reaction conditions are the same as those specifically 
described in Preparation Process a. 

[0080] No particular limitation is imposed on the vinyl bond (1 ,2 -vinyl bond and 3,4-vinyl bond) content in conjugated 
diene bond units of the polar group-containing diene rubber (i-A-1) thus obtained by the process of Preparation Process 
a or b. However, the vinyl bond content is generally at least 1 0%, preferably within a range of from 1 0 to 90%, more pref- 
55 erably from 30 to 85%, most preferably from 50 to 80%. When the vinyl bond content in the conjugated diene bond units 
falls within this range, the resulting rubber composition is balanced between abrasion resistance and heat build-up 
resistance at a high level. Therefore, the vinyl bond content within such a range is preferred. The remaining conjugated 
diene bond unit other than the vinyl bond is a 1 ,4 -bond. The 1 ,4-bond may be either a 1 ,4-cis bond or a 1 ,4-trans bond. 
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[0081] No particular limitation is imposed on Preparation Process c, or a process in which a conjugated diene and a 
polar group-containing vinyl mon mer, or a conjugated diene, a polar group-containing vinyl monomer and another 
copolymerizable monomer are copolymerized. However, an emulsion polym rization process is generally adopted. In 
the emulsion polymerization process, may be adopted a usual emulsion polymerization technique. An example thereof 
includes a process in which the prescribed amount ol at least one monomer is emulsified and dispersed in an aqueous 
medium in the presence of an emulsifying agent to emulsion polymerize K by a radical polymerization initiator. 
[0082] Examples of the emulsifying agent used include salts of long chain fatty acids having at least 1 0 carbon atoms, 
and rosi nates. Specific examples thereof include potassium salts and sodium salts of capric acid, lauhc acid, myristic 
acid, palmitic acid, oleic acid and stearic acid. 

[0083] Examples of the radical polymerization initiator used include persulfates such as ammonium persulfate and 
potassium persulfate; and redox initiators such as a combination of ammonium persulfate and ferric sulfate, a combina- 
tion of an organic peroxide and ferric sulfate, and a combination of hydrogen peroxide and ferric sulfate. 
[0084] In order to control the molecular weight of the resulting copolymer, a chain transfer agent may be added. Exam- 
ples of the chain transfer agent used include mercaptans such as t-dodecylmercaptan, n-dodecylmercaptan, a -m ethyl - 
styrene dimer, carbon tetrachloride, thioglycolic acid, diterpene, terpinolene and y-terpinene. 

[0085] The temperature of the emulsion polymerization is suitably selected according to the kind of the radical polym- 
erization initiator used. However, the polymerization is generally conducted at 0 to 100°C, preferably 0 to 60°C. The 
polymerization style may be either continuous polymerization or batch polymerization. 

[0086] As the conversion of the monomer(s) into the polymer becomes higher, the polymer formed tends to gel. 
Therefore, it is preferred that the conversion should be controlled to at most 90%. It is particularly preferred to terminate 
the polymerization at a conversion within a range of from 50 to 80%. The termination of the polymerization reaction is 
generally conducted by adding a terminator to the polymerization system at the time the prescribed conversion has 
been reached. Examples of the terminator used include amine compounds such as diethylhydroxylamine and hydrox- 
ylamine; quinone compounds such as hydroquinone and benzoquinone; and compounds such as sodium nitrite and 
sodium dithiocarbamate. 

[0087] After the termination of the emulsion polymerization reaction, unreacted monomer(s) are removed from the 
resultant polymer latex as needed, and an acid such as nitric acid or sulfuric acid is then added and mixed as needed, 
thereby adjusting the pH of the latex to the desired value. Thereafter, a salt such as sodium chloride, calcium chloride 
or potassium chloride as a coagulant is added and mixed to coagulate the polymer as crumbs. The crumbs are washed, 
dehydrated and then dried by a band drier or the like, whereby the intended polar group-containing diene rubber can be 
obtained. 

[0088] Examples of a further polar group-containing diene rubber (i-A-3) include natural rubber, emulsion-polymer- 
ized styrene-acrylonitrile-butadiene terpolymer rubber, acrylonitrile-butadiene copolymer rubber and chloroprene rub- 
ber. Of these, natural rubber is preferred. 

[0089] No particular limitation is imposed on any other diene rubber (i-B) having no polar group. However, diene rub- 
ber generally used in the rubber industry may be used. Specific examples thereof include polyisoprene rubber (IR), 
emulsion-polymerized styrene-butadiene copolymer rubber (SBR), solution-polymerized random SBR (bound styrene: 
5 to 50 wt.%; 1 ,2-bond content of butadiene bond unit portion: 10 to 80%), high-trans SBR (1 ,4-trans bond content of 
butadiene bond unit portion: 70 to 95%), low-cis polybutadiene rubber (BR), high-cis BR, high-trans BR (1 ,4-trans bond 
content of butadiene bond unit portion: 70 to 95%), styrene-isoprene copolymer rubber (SIR), butadiene-isoprene 
copolymer rubber, solution-polymerized random styrene -butadiene-isoprene terpolymer rubber (SI BR), emulsion- 
polymerized SIBR, high-vinyl SBR-low-vinyl SBR block copolymer rubber, and block copolymers such as polystyrene- 
potybutadiene-polystyrene block copolymers. The diene rubber may be suitably selected according to the properties 
r quired of the resulting rubber composition. Of these, BR, IR, SBR and SIBR are preferred. 

[0090] No particular limitation is imposed on the Mooney viscosity (ML 1+4 , 100°C) of the diene rubber (i). However, it 
is generally within a range of from 10 to 200, preferably from 20 to 150, more preferably from 25 to 120. When the 
Mooney viscosity falls within this range, the resulting rubber composition is balanced between heat build-up resistance 
and processability at a high level. Therefore, the Mooney viscosity within such a range is preferred. 
[0091] When the diene rubber (i) contains aromatic vinyl units, no particular limitation is imposed on the chain distri- 
bution of aromatic vinyl units. However, from the viewpoint of balancing among various properties such as heat build- 
up resistance, abrasion resistance and wet skid resistance at a high level, it is appropriate that the content of a simple 
chain of one aromatic vinyl unit should be generally at least 40 wt.%, preferably at least 60 wt.%, more preferably at 
least 75 wt.%, based on the whole bound aromatic vinyl content, and the content of aromatic vinyl long chains com- 
posed of at least 8 aromatic vinyl units should be generally at most 5 wt.%, preferably at most 2.5 wt.%. more preferably 
at most 1.5 wt.%, based on the whole bound aromatic vinyl content. 

[0092] The diene rubber (i) useful in the practice of the present invention is at least one selected from among the polar 
group-containing diene rubbers (i-A) and other diene rubbers (i-B). These diene rubbers may be used either singly or 
in any combination thereof. 
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Potyether-based polymer (ifl 

[0093] No particular limitation is imposed on the polyether-based polymer (ii) used so far as it is a polymer having 
ether bonds (-C-O-C-) in its main chain. As the potyether-based polymer (ii), is preferably used a polymer obtained by 
addition-polymerizing ne r more of oxirane compounds such as alkylene oxides, epihalohydrins and unsaturated 
epoxides in the form of a homopolymer, block copolymer or random copolymer. 

[0094] Specific examples of the polyether-based polymer (ii) obtained by addition polymerizing one or more of the 
oxirane compounds include homopolymers of alkylene oxides, copolymers of at least two alkylene oxides, copolymers 
of an alkylene oxide and an epihalohydrin, copolymers of an alkylene oxide and an unsaturated epoxide, terpolymers 
of an alkylene oxide, an epihalohydrin and an unsaturated epoxide, homopolymers of epihalohydrins, copolymers of at 
least two epihalohydrins, copolymers of an epihalohydrin and an unsaturated epoxide, homopolymers of unsaturated 
epoxides, and copolymers of at least two unsaturated epoxides. Of these, the copolymers of at least two alkylene 
oxides and the copolymers of an alkylene oxide and an unsaturated epoxide are preferred, with the copolymers of an 
alkylene oxide and an unsaturated epoxide being particularly preferred. 

[0095] Examples of the alkylene oxide include ethylene oxide, propylene oxide, 1,2-epoxybutane, 1 ,2-epoxy-iso- 
butane, 2,3-epoxybutane, 1 ,2-epoxyhexane, 1 ,2-epoxyoctane, 1 ,2-epoxydecane, 1,2-epoxytetradecane, 1 ,2-epoxyhex- 
adecane, 1 ,2-epoxyoctadecane, 1,2-epoxyeicosane, 1 ,2-epoxy-2-pentylpropane, 1,2-epoxy, 1 ,2-epoxycycfopentane, 
1,2-epoxycyclohexane and 1 ,2-epoxycyclododecane. Of these, lower alkylene oxides such as ethylene oxide, propyl- 
ene oxide, butylene oxide, isobutytene oxide and amylene oxide are preferred, with ethylene oxide and propylene oxide 
being particularly preferred. 

[0096] Examples of the epihalohydrin include epichtorohydrin, epibromohydrin, epiiodohydrin, 2.3-epoxy-1 ,1 ,1-trif- 

luoropropane and 1,2-epoxy- 1H,1H,2H,3H,3H-heptadecafluoroundecane. Epichlorohydrin is generally used. 

[0097] No particular limitation is imposed on the unsaturated epoxide so far as it has at least one carbon-carbon 

unsaturated bond and at least one epoxy group in its molecule. However, examples thereof include alkenyl glycidyl 

ethers such as ally! glycidyl ether, butenyl glycidyl ether and octenyl glycidyl ether; alkenyl epoxides such as 3,4-epoxy- 

1-butene, 1 ,2-epoxy-5-hexene and 1 ,2-epoxy-9*decene; and aryl epoxides such as styrene epoxide and glycidyl phenyl 

ether. Of these, the alkenyl glycidyl ethers are preferred, with allyl glycidyl ether being particularly preferred. 

[0098] As examples of other oxirane compounds, may be mentioned 1 ,2-epoxy-1-methoxy-2-methylpropane. 2-(3,4- 

epoxycydohexyl)ethyltrimethoxysilane and 3-glycidyloxypropyltrimethoxysilane. 

[0099] These oxirane compounds may be used either singly or in any combination thereof. 

[0100] The kind(s) and content of the oxirane compound(s) in the polyether-based polymer (ii) are suitably selected 
as necessary for the end application intended. For example, in the case where the resulting rubber composition is bal- 
anced between heat build-up resistance and tensile strength at a high level, a polyether-based polymer (ii-A) obtained 
by copolymerizing an alkylene oxide and an unsaturated epoxide is generally used. In that case, the content of the 
alkylene oxide is generally within a range of from 85 to 99.9 wt.%, preferably from 90 to 99 wt.%, more preferably from 
95 to 99 wt.%, while the content of the unsaturated epoxide is generally within a range of from 15 to 0.1 wt.%, preferably 
from 10 to 1 wt.%, more preferably from 5 to 1 wt.%. In order to highly improve the processability of the resulting rubber 
composition, a polyether-based polymer (ii-B) containing an alkylene oxide in a proportion of generally at least 50 wt.%, 
preferably at least 70 wt.%, more preferably at least 90 wt.% is preferably used. In the case where good antistatic prop- 
erty is required in addition to the objects (heat build-up resistance, tensile strength and processability) of the present 
invention, a polyether-based polymer (ii-C) containing, as an alkylene oxide, ethylene oxide in a proportion of at least 
50 wt.%, preferably at least 60 wt.%, more preferably at least 70 wt.% is preferably used. From the viewpoint of balanc- 
ing among all properties of build-up resistance, tensile strength, processability and antistatic property at a high level, 
the alkylene oxide component in the polyether-based polymer (ii-A) is preferably composed of ethylene oxide in a pro- 
portion of generally 50 to 100 wt.%, preferably 60 to 99 wt.%, more preferably 70 to 97 wt.% and propylene oxide in a 
proportion of generally 50 to 0 wt.%, preferably of 40 to 1 wt.%, more preferably 30 to 3 wt.%. A preferred copolymer is 
a copolymer composed of 50 to 99 wt% of ethylene oxide, 0 to 49 wt.% of propylene oxide and 1 to 15 wt.% of allyl 
glycidyl ether. 

[0101] Among the polyether-based polymers (ii), an ethylene oxide-propylene oxide-unsaturated epoxide terpotymer, 
(3) the bound ethylene oxide content of which is 50 to 98.9 wt.%, preferably 60 to 97.5 wt.%, more preferably 70 to 96 
wt.%, <|) the bound propylene oxide content of which is 1 to 35 wt.%, preferably 2 to 30 wt.%, more preferably 3 to 25 
wt.%, and © the bound unsaturated epoxide content of which is 0.1 to 15 wt.%, preferably 0.5 to 10 wt.%, more pref- 
erably 1 to 5 wt.%, is particularly preferred from the viewpoint of balancing among all properties of build-up resistance, 
tensile strength, processability and antistatic property at a high level. In this terpolymer, the unsaturated epoxide is pref- 
erably an alkenyl glycidyl ether such as allyl glycidyl ether. 

[0102] The (co)polymers of the oxirane compound(s) including the above terpolymer can be generally obtained in 
accordance with a solution polymerization process or solvent-slurry polymerization process. Examples of a catalyst 
used include homogeneous catalysts such as a system with water and acetyfacetone reacted with an organoaluminum 
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compound (Japanese Patent Publication No. 15797/1960), a system with phosphoric acid and triethylamine reacted 
with triisobutylaluminum (Japanese Patent Publication No. 27534/1971) and a system with phosphoric acid and an 
organic acid salt of diazabicycloundecene reacted with triisobutylaluminum (Japanese Patent Publication No. 
51 171/1981); and heterogeneous catalysts such as a system composed of a partially hydr lyzed product of an alumi- 

s num alkoxide and an organozinc compound (Japanese Patent Publication No. 2945/1968), a system composed of an 
organozinc compound and a polyhydric alcohol (Japanese Patent Publication No. 7751/1970) and a system composed 
of dialkylzinc and water (Japanese Patent Publication No. 3394/1961). In the case where the solvent-slurry polymeriza- 
tion process is adopted, it is preferred from the viewpoint of stability of the polymerization reaction system to use a cat- 
alyst pretreated with both of a monomer capable of forming a polymer soluble in a solvent for polymerization and a 

10 monomer capable of forming a polymer insoluble in such a solvent. 

[0103] Examples of the solvent used include aromatic hydrocarbons such as toluene; pentane such as n-pentane; 
hexane such as n-hexane; and ali cyclic hydrocarbons such as cyclopentane. 

[0104] In the case where a solvent such as n-pentane, n-hexane or cyclopentane is used to adopt the solvent-slurry 
polymerization process, from the viewpoint of stability of the polymerization reaction system as described above, it is 
15 preferred to pretreat the catalyst with, for example, ethylene oxide capable of forming a polymer insoluble in the solvent 
and propylene oxide capable of forming a polymer soluble in the solvent. The treatment of the catalyst may be con- 
ducted by mixing a catalyst component with small amounts of the respective monomers and aging the mixture at a tem- 
perature of 0 to 100°C, preferably 30 to 50°C. 

[01 05] The polymerization reaction can be conducted by charging the monomer component, catalyst component, sol- 
20 vent for polymerization, and the like into a reactor at a temperature of 0 to 100°C, preferably 30 to 70°C by an optional 
process such as a batch process, semi-batch process or continuous process. 

[0106] No particular limitation is imposed on the Mooney viscosity (ML 1+4 , 1 00°C) of the polyether-based polymer (ii). 
However, it is generally within a range of from 10 to 200, preferably from 20 to 150, more preferably from 25 to 120. 
When the Mooney viscosity falls within a range of from 70 to 150, preferably from 80 to 140, more preferably from 85 to 

25 120, the resulting rubber composition is balanced among heat build-up resistance, tensile strength and processability 
at a high level. Therefore, the Mooney viscosity within such a range is preferred in the present invention. 
[0107] These polyether-based polymers (ii) may be used either singly or in any combination thereof. The amount of 
the polyether-based polymer used is suitably selected as necessary for the end application intended. However, it is gen- 
erally within a range of from 0.1 to 50 parts by weight, preferably from 1 to 30 parts by weight, more preferably from 3 

30 to 1 5 parts by weight per 1 00 parts by weight of the diene rubber. If the amount of the polyether-based polymer used is 
too little, its improving effect on heat build-up resistance, tensile strength and processability becomes insufficient. If the 
amount is too great on the other hand, the heat build-up of the resulting rubber composition becomes insufficient. 
Therefore, such a little or great amount is not preferred. 

35 Silica 

[0108] No particular limitation is imposed on silica compounded. However, examples thereof include dry process 
white carbon, wet process white carbon, colloidal silica and precipitated silica disclosed in Japanese Patent Application 
Laid-Open No. 62838/1987. Of these, wet process white carbon comprising hydrous silicic acid as a main component 
40 is particularly preferred. 

[0109] No particular limitation is imposed on the specific surface area of the silica. However, it is preferred that the 
specific surface area should be generally within a range of from 50 to 400 nrr^/g, preferably from 100 to 250 rmVg, more 
preferably from 120 to 190 ttP/q in terms of a specific surface area determined by nitrogen absorption (BET method), 
because improvements of heat build-up resistance, tensile strength and processability are sufficiently achieved. The 
45 specific surface area determined by nitrogen absorption as used herein is a value determined by the BET method in 
accordance with ASTM D 3037-81 . 

[0110] These kinds of silica may be used either singly or in any combination thereof. The compounding proportion of 
the silica is suitably selected as necessary tor the end application intended. However, the silica is generally used in a 
proportion of 1 0 to 200 parts by weight, preferably 20 to 1 50 parts by weight; more preferably 30 to 1 20 parts by weight, 
so per 100 parts by weight of the diene rubber. 

[01 1 1] In the present invention, the silica may be used in combination with carbon black. 

[01 1 2] No particular limitation is imposed on the carbon black. However, examples thereof include furnace black, acet- 
ylene black, thermal black, channel black and graphite. Of these, furnace black is particularly preferred. Specific exam- 
ples thereof include various grades of carbon black, such as SAF, ISAF, ISAF-HS, ISAF-LS. IISAF-HS, HAF, HAF-HS, 
55 HAF-LS and FEF. These kinds of carbon black may be used either singly or in any combination thereof. 

[01 1 3] No particular limitation is imposed on the specific surface area (N 2 SA) of the carbon black determined by nitro- 
gen absorption. However, it is generally within a range of from 5 to 200 m 2 /g, preferably from 50 to 150 m 2 /g, more pref- 
erably from 80 to 130 m 2 /g. No particular limitation is also imposed on the DBP absorption of the carbon black. 
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However, it is generally within a range of from 5 to 300 ml/100 g, preferably from 50 to 200 ml/100 g, more preferably 
from 80 to 160 ml/100 g. 

[0114] When high structure carbon black disclosed in Japanese Patent Application Laid-Open No. 230290/1993, 
wherein the specific surface area det rmined by absorption of cetyltrimethylammonium bromide (CTAB) is 1 10 to 170 
5 m 2 /g, and the DBP oil absorption (24M4DBP) after compressed repeatedly 4 times under a pressure f 24.000 psi is 
1 10 to 130 ml/100 g, is used, the abrasion resistance of the resulting rubber composition can be improved. 
[0115] In the case where silica and carbon black are used in combination, the compounding proportions thereof are 
suitably selected as necessary for the end application intended. However, they are generally used at the weight ratio of 
silica to carbon black of 10:90 to 99:1 , preferably 30:70 to 95:5, more preferably 50:50 to 90:10. 

w 

Silane coupling agent 

[01 16] In the present invention, it is preferred to add a silane coupling agent to the rubber composition, because the 
heat build-up resistance thereof is further improved. 

is [0117] No particular limitation is imposed on the silane coupling agent. However, examples thereof include vinyl- 
trichlorosilane, vinyltriethoxysilane, vinyltris(p-methoxyethoxy)silane, p-(3,4-epoxy(^clohexyl)ethyltrimethoxysilane, y 
glycidoxypropyltrimethoxysilane, y-methacryloxypropyltrimethoxysilane, N-(p-aminoethyl)^-aminopropyttrimethoxysi- 
lane, N-(p-aminoethylH-aminopropylmethyldimethoxysilane, N-phenyl-y-aminopropyltrimethoxysilane, y-chloropropylt- 
rimethoxysilane, y-mercaptopropyttrimethoxysilane, y-aminopropyltriethoxysilane, bis(3-<triethoxysilyl)propyl) tetra- 

20 sulfide, and tetrasulfides described in Japanese Patent Application Laid-Open No. 2481 16/1994, such as y-trimethox- 
ysitylpropyldimethylthiocarbamyl tetrasulfide and y-trimethoxysilylpropylbenzothiazyl tetrasulfide. 
[01 18] These silane coupling agents may be used either singly or in any combination thereof. The compounding pro- 
portion of the silane coupling agent is generally within a range of from 0.1 to 30 parts by weight, preferably from 1 to 20 
parts by weight, more preferably from 2 to 1 0 parts by weight, per 100 parts by weight of the silica. 

25 

Rubber composition 

[0119] In addition to the above-described components, the rubber compositions according to the present invention 
may contain necessary amounts of other compounding agents such as vulcanizing agents, vulcanization accelerators, 
30 vulcanization activators, antioxidants, activators, plasticizers, lubricants and fillers in accordance with a method known 
per se in the art. 

[01 20] No particular limitation is imposed on the vulcanizing agents. However, examples thereof include various kinds 
of sulfur, such as sulfur powder, precipitated sulfur, colloidal sulfur, insoluble sulfur and high-dispersible sulfur; sulfur 
halides such as sulfur monochloride and sulfur dichloride; organic peroxides such as dicumyl peroxide and di-tert-butyl 
35 peroxide; quinone dioximes such as p-quinone dioxime and p.p'-dibenzoytquinone dioxime; organic polyamine com- 
pounds such as triethylenetetramine, hexamethylenediamine carbamate and 4,4'-methylenebis-o-chloroaniline; and 
alkylphenol resins having a methylol group. Of these, sulfur is preferred, with sulfur powder being particularly preferred. 
These vulcanizing agents may be used either singly or in any combination thereof. 

[0121] The compounding proportion of the vulcanizing agent is generally within a range of from 0.1 to 15 parts by 
40 weight, preferably from 0.3 to 1 0 parts by weight more preferably from 0.5 to 5 parts by weight, per 1 00 parts by weight 
of the diene rubber. The compounding proportion of the vulcanizing agent within this range is particularly preferred 
because the resulting rubber composition becomes excellent in tensile strength and also in properties such as heat 
build-up resistance and residual strain. 

[0122] Examples of the vulcanization accelerators include sulfenamide type vulcanization accelerators such as N- 
45 cyclohexyl-2-benzothiazole sulfenamide, N-t-butyf-2-benzothiazole sulfenamide, N-oxyethylene-2-benzothiazole 
sulfenamide, N-oxyethylene-2-benzothiazole sulfenamide and N t N'-diisopropyl-2-benzothiazole sulfenamide; guani- 
dine type vulcanization accelerators such as diphenylguanidine, di-o-tolylguanidine and o-tolylbiguanidine; thiourea 
type vulcanization accelerators such as thiocarboanilide, di-o-tolylthiourea, ethylenethiourea, diethytenethiourea and 
trimethylthiourea; thiazole type vulcanization accelerators such as 2-mercaptobenzothiazole, dibenzothiazyl disulfide, 
so 2-mercaptobenzothiazole zinc salt, 2-mercaptobenzothiazole sodium salt, 2-mercaptobenzothiazole cyciohexylamine 
salt and 2-(2,4-dinitrophenylthio)benzothiazole; thiuram type vulcanization accelerators such as telramethylthiuram 
monosuffide, tetramethylthiuram disulfide, tetraethylthiuram disulfide, tetrabutylthiuram disulfide and dipentamethyt- 
enethiuram tetrasulfide; dithiocarbamic acid type vulcanization accelerators such as sodium dimethyldithiocaibamate, 
sodium diethyfdithiocarbamate, sodium di-n-butyldithiocarbamate, lead dimethyldithiocarbamate, zinc dimethyldrthio- 
55 carbamate, zinc diethyldithiocarbamate, zinc di-n-butyldithiocarbamate, zinc pentamethylene dithiocarbamate, zinc 
ethylphenytdithiocarbamate, tellurium diethyldithiocarbamate, selenium dimethyldithiocarbamate, selenium diethyldithi- 
ocarbamate, copper dimethyldithiocarbamate, iron dimethyldithiocarbamate, diethytamine diethyldithiocarbamate, pip- 
eridine pentamethylene dithiocarbamate and pipecoline pentamethylene dithiocarbamate; and xanthogenic acid type 
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vulcanization accelerators such as sodium isopropylxanthogenate, zinc isopropylxanthog nate and zinc butylxantho- 
genate. 

[0123] These vulcanization accelerators may be used either singly or in any combination thereof. However, K is par- 
ticularly preferred that the vulcanization acc lerator comprises a sulfenamid typ vulcanization accel rator. The com- 
5 pounding proportion of the vulcanization accelerator is generally within a range of from 0.1 to 15 parts by weight, 
preferably from 0.3 to 10 parts by weight, more preferably from 0.5 to 5 parts by weight, per 100 parts by weight of the 
diene rubber. 

[0124] No particular limitation is imposed on the vulcanization activators. However, for example, higher fatty acids 
such as stearic acid, zinc oxide, and the like may be used. As the zinc oxide, zinc oxide of high surface activity having 
10 a particle size of at most 5 p.m is preferably used. As specific examples of such zinc oxide, may be mentioned active 
zinc white having a particle size of 0.05 to 0.2 \im and zinc white having a particle size of 0.3 to 1 urn. The zinc oxide 
may be surface-treated with an amine type dispersing agent or wetting agent before use. 

[0125] These vulcanization activators may be used either singly or in any combination thereof. The compounding pro- 
portion of the vulcanization activator is suitably selected according to the kind of the vulcanization activator used. In the 

is case where a higher fatty acid is used, it is generally within a range of from 0.05 to 1 5 parts by weight, preferably from 
0.1 to 10 parts by weight, more preferably from 0.5 to 5 parts by weight, per 100 parts by weight of the diene rubber. In 
the case where zinc oxide is used, it is generally within a range of from 0.05 to 10 parts by weight preferably from 0.1 
to 5 parts by weight, more preferably from 0.5 to 2 parts by weight, per 100 parts by weight of the diene rubber. When 
the compounding proportion of the zinc oxide falls within this range, a rubber composition well balanced between the 

20 properties of tensile strength and processability is provided. Therefore, the compounding proportion within such a 
range is preferred. * 

[0126] Examples of other compounding agents include coupling agents other than the silane coupling agents; activa- 
tors such as diethylene glycol, polyethylene glycol and silicone oil; fillers such as calcium carbonate, tatc and clay; and 
process oil and waxes. 

25 [0127] The rubber compositions according to the present invention can be obtained by kneading the individual com- 
ponents in a method known per se in the art. For example, the compounding agents except for the vulcanizing agent 
and vulcanization accelerator, and the diene rubber are mixed, and the vulcanizing agent and vulcanization accelerator 
are then mixed with the resultant mixture, whereby a rubber composition can be obtained. The temperature at which 
the compounding agents except for the vulcanizing agent and vulcanization accelerator, and the diene rubber are mixed 

30 is generally 80 to 200°C, preferably 100 to 190°C, more preferably 140 to 180°C. The mixing is generally conducted for 
at least 30 seconds, preferably 1 to 30 minutes. The vulcanizing agent and vulcanization accelerator are mixed after 
cooling down to generally 100°C or lower, preferably room temperature to 80°C. Thereafter, the mixture is press-vulcan- 
ized at a temperature of generally 120 to 200°C, preferably 140 to 180°C. 

35 EXAMPLES 

[0128] The present invention will hereinafter be described more specifically by the following Preparation Examples, 
Examples and Comparative Examples. All designations of "part" or "parts" and as will be used in these examples 
mean part or parts by weight and wt.% unless expressly noted. 
40 [0129] Various physical properties were determined in accordance with the following respective methods: 

(1) The bound styrene content in each polymer was determined in accordance with J IS K 6383 (refractive index 
method). 

(2) The vinyl bond content in the butadiene bond units in each polymer was determined in accordance with an infra- 
45 red spectroscopy (Hampton method). 

(3) The Mooney viscosity (ML^, 100°C) of each polymer was measured in accordance with JIS K 6301 . 

(4) The tensile strength of each test sample was determined by measuring its stress (Kgt/crn 2 ) at 300% elongation 
in accordance with JIS K 6301. This property was expressed in terms of an index (tensile strength index). The 
higher index indicates better tensile strength. 

so (5) The heat build-up resistance of each test sample was determined by measuring tan 6 at 0°C and 60°C at 1% 
torsion and 20 Hz by means of an RDA-II manufactured by Rheometrics Co. This properly was expressed in terms 
of an index (heat build-up index) assuming that the value of (tan 5 at 0°CAan 6 at 60°C) in Comparative Example 
is 100. The higher index indicates better heat build-up resistance. 

(6) The processability of each rubber composition was determined by evaluating the composition as to winding ten- 
55 dency of the composition on a roll and dispersibilrry of silica in accordance with the following respective standards, 
and ranking it among the following three ranks according to the total score thereof: 

O : 7 or 8 points; 
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a: 5 or 6 points; 
X: 2 to 4 points. 

© Winding tend ncyonaroll: 

5 

Score 4: Wound closely; 

Score 3: Wound, but slightly rose to the surface of the roll; 
Score 2: Wound, but frequently rose to the surface of the roll; 
Score 1 : Scarcely wound. 

w 

@ Dispersibility of silica (evaluated by an SEM photograph of the surface of a sample): 
Score 4: Evenly dispersed; 

Score 3: Evenly dispersed though a small difference arose between particle diameters; 
is Score 2: A great difference arose between particle diameters; 

Score 1 : Scarcely dispersed. 

(7) The antistatic property of each rubber composition was determined by measuring discharge voltage on the sur- 
face of a sample after discharging at 10 kV by means of a Neostometer (measuring conditions: 23°C + 1°C, relative 
20 humidity 50 ± 5%, sample 40 x 40 x 2 mm, distance between electrodes 20 mm), and evaluated in accordance with 
the following standard: 

O : Scarcely detectable; 
a: Lower than +0.5 kV; 
25 X: Not lower than +0.5 kV. 

[Preparation Examples 1] (Preparation of Diene Rubber Nos. 1 to 12) 

[01 30] Diene Rubber Nos. 1 and 2 were prepared by copolymerizing a polar group-containing monomer such as N,N- 
30 dimethylaminopropyl acrylamide (DAP) or 2-vinylpyridine (2VP) in accordance with the emulsion polymerization proc- 
ess disclosed in Japanese Patent Application Laid-Open No. 101344/1989. The properties of Diene Rubber Nos. 1 and 
2 are shown in Table 1 . 

[0131] Diene Rubber Nos. 3 to 12 were prepared by (co)polymerizing butadiene, or butadiene and styrene using n- 
butyllithium as an initiator in accordance with the anionic polymerization process disclosed in Japanese Patent PuWica- 
35 tion No 18933/1994 and then allowing a polar group-containing modifying agent, or the modifying agent and a poly- 
functional coupling agent to read. The properties of Diene Rubber Nos. 3 to 12 are shown in Table 1 . 
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Note : 

(*1) A: emulsion polymerization, B: anionic polymerization 
(*2) Modifying agent: 

DAP : N , N-dimethylaminopropyl acrylamide , 

EAB: 4,4' -bis ( dime thy lamino Jbenzophenone , 

AST : N . N- dime thy laminos tyrene , 

EO: ethylene oxide 

NMC : N -methyl - e -caprolac tam , 

NMP : N-methylpyrrolldone , 

NPP: N-phenylpyrrolidone . 

(*3) Modifying agent /n-butyllithium (equivalent ratio) 
( *4 ) Coupling agent : 
TMSi : tetramethoxysilane, 
TCSn: tin tetrachloride. 

(*5) Coupling agent /n-butyllithium (equivalent ratio) 
( *6 ) DAP : N , N-dimethylaminopropyl acrylamide 
(*7) 2VP: 2-vinylpyridine. 

[Preparation Example 2] (Preparation of Polyether-based Polymer Nos. 1 to 6) 

[01 32] Polyether-based Polymer No. 1 , and Polyether-based Polymer Nos. 2 and 3 were prepared in accordance with 
the processes described in Japanese Patent Publication No. 15797/1960 and Japanese Patent Publication No. 
51 171/1981, respectively. Polyether-based Polymer Nos. 4 to 6 were prepared in accordance with the slurry polymeri- 
zation process described in Japanese Patent Application Laid -Open No. 58488/1 986. More specifically these polymers 
were prepared in the following manner. 

< Polyether-based Polymer No. 1 ) 

(Preparation of catalyst solution) 

[0133] A pressure glass bottle having an internal volume of 800 ml. on which a stopper had been put, was purged 
with nitrogen and charged with 180 g of toluene and 60 g of triisobutylalurrunum. After the glass bottle was immersed 
in ice water to cool it, 109.1 g of tetrahydrofuran were added, and the mixture was stirred. While cooling the mixture with 
ice water, 2.72 g of distilled water were then added, and the mixture was stirred. At this time, the pressure within the 
bottle was raised by the reaction of the organoaluminum compound with water. Therefore, the pressure was reduced at 
proper time. While cooling the reaction mixture with ice water, 1 5. 1 g of acetylacetone were then added, and the mixture 
was stirred. The reaction mixture thus obtained was aged for 20 hours in a hot water bath of 30°C to obtain a catalyst 
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solution. 

(Preparation of polymer) 

5 [0134] An autoclave having an interna) volume of 5 liters and equipped with a stirrer was purged with nitrogen, and 
charged with 2,250 g of toluene, 180 g of ethylene oxide and 70 g of propylene oxide. The internal temperature of the 
autoclave was set to 50°C, and 5 ml of the catalyst solution were added to initiate a reaction. Every 30 minutes, 5 ml of 
the catalyst solution were further added to allow the reaction to proceed. After adding the catalyst solution 10 times in 
total, the reaction was conducted further for 2 hours. The rate of polymerization reaction was 85%. To a polymer solu- 

10 tion taken out, were added 42.5 g of a 5% toluene solution of 4,4'-thiobis(6-tert-butyl-cresoI), and the mixture was 
stirred. The mixture containing the polymer solution was poured into a large amount of hexane to precipitate a polymer. 
The polymer was separated from the solvent and vacuum-dried overnight at 60°C. 

(Analysis of polymer) 

15 

[0135] The composition of the polymer was determined by 1 H-NMR analysis. The compositions of all polyether-based 
polymers, which will be described subsequently, were determined likewise by 1 H-NMR analysis. 

(Polyether-based Polymer No. 2) 

20 

(Preparation of catalyst solution) 

[0136] A pressure glass bottle having an internal volume of 800 ml, on which a stopper had been put, was purged 
with nitrogen and charged with 180 g of toluene and 60 g of triisobuty I aluminum. After the glass bottle was immersed 

25 in ice water to cool it, 224.2 g of diethyl ether were added, and the mixture was stirred. While cooling the mixture with 
ice water, 8.89 g of orthophosphoric acid were then added, and the mixture was stirred. At this time, the pressure within 
the bottie was raised by the reaction of the organoaluminum compound with orthophosphoric acid. Therefore, the pres- 
sure was reduced at proper time. To the reaction mixture, were then added 8.98 g of 1 ,8-diazabicydo[5,4,0]undecene- 
7 formate. The reaction mixture thus obtained was aged for 1 hour in a hot water bath of 30°C to obtain a catalyst solu- 

30 tion. 

(Preparation of polymer) 

[0137] An autoclave having an internal volume of 5 liters and equipped with a stirrer was purged with nitrogen, and 
35 charged with 2,250 g of toluene, 225 g of ethylene oxide and 25 g of ally! glycidyl ether. The internal temperature of the 
autoclave was set to 50°C, and 4 ml of the catalyst solution were added to initiate a reaction. Every 30 minutes, 4 ml of 
the catalyst solution were further added to allow the reaction to proceed. After adding the catalyst solution 10 times in 
total, the reaction was conducted further for 2 hours. The rate of polymerization reaction was 92%. To a polymer solu- 
tion taken out, were added 46 g of a 5% toluene solution of 4 t 4'-thiobis(6-tert-butyl-cresol), and the mixture was stirred. 
40 The mixture containing the polymer solution was poured into a large amount of hexane to precipitate a polymer. The 
polymer was separated from the solvent and vacuum-dried overnight at 60°C. 

(Polyether-based Polymer No. 3 > 

45 (Preparation of polymer) 

[0138] An autoclave having an internal volume of 5 liters and equipped with a stirrer was purged with nitrogen, and 
charged with 2,250 g of toluene, 235 g of propylene oxide and 15 g of allyl glycidyl ether. The internal temperature of 
the autoclave was set to 50°C, and 3 ml of the same catalyst solution as that used in Polyether-based Polymer No. 2 

so were added to initiate a reaction. Every 30 minutes, 3 ml of the catalyst solution were further added to allow the reaction 
to proceed. After adding the catalyst solution 10 times in total, the reaction was conducted further for 2 hours. The rate 
of polymerization reaction was 94%. To a polymer solution taken out, were added 47 g of a 5% toluene solution of 4,4'- 
thiobis(6-tert-buty!-cresol), and the mixture was stirred. Steam was blown against the mixture containing the polymer 
solution to remove the solvent and unreacted monomers by steam stripping. The thus-obtained polymer was vacuum- 

55 dried overnight at 60° C. 
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(Polyeth r-based Polymer No. 4) 
(Preparation of catalyst solution) 

[0139] An autoclave having an internal volume of 3 liters and equipped with a stirrer was purged with nitrogen and 
charged with 158.7 g of triisobutylaluminum, 1,170 g of toluene and 296.4 g of diethyl ether. The internal temperature 
of the autoclave was set to 30°C, and 23.5 g of orthophosphoric acid were gradually added with stirring. To the reaction 
mixture, were further added 12.1 g of triethylamine. The reaction mixture thus obtained was aged for 2 hours at 60°C 
to obtain a catalyst solution. 

(Preparation of polymer) 

[0140] An autoclave having an internal volume of 5 liters and equipped with a stirrer was purged with nitrogen, and 
charged with 2,100 g of n-hexane and 63 g of the catalyst solution. The internal temperature of the autoclave was set 
to 30°C, and 5% of a mixed solution composed of 264 g of ethylene oxide, 30 g of propylene oxide, 6 g of ally! glycidyl 
ether and 300 g of n-hexane was added with stirring. After conducting a reaction for 1 hour, the internal temperature 
was set to 60°C, and the remaining 95% of the mixed solution was continuously added over 5 hours. After completion 
of the addition, the reaction was conduction further for 2 hours. The rate of polymerization reaction was 90%. The inte- 
rior of the autoclave was observed. As a result, it was found that almost all the polymer attached to the wall surface of 
the autoclave and stirring blades. The polymer attached to the wall surface and stirring blades was collected. The sol- 
vent was separated from the polymer thus obtained through a wire screen, and the residual polymer was vacuum-dried 
overnight at 60°C. 

<Polyether-based Polymer No. 5 ) 

(Preparation of catalyst solution) 

[0141] An autoclave having an internal volume of 5 liters and equipped with a stirrer was purged with nitrogen and 
charged with 2,100 g of n-hexane and 63 g of the same catalyst solution as that used in Polyether-based Polymer No. 
4. The internal temperature of the autoclave was set to 30°C, and a mixed solution composed of 2 g of ethylene oxide, 
4 g of propylene oxide and 6 g of n-hexane was added with stirring. The reaction mixture was aged for 1 hour. 

(Preparation of polymer) 

[0142] The internal temperature of the autoclave containing the catalyst solution after the above-described treatment 
was set to 60°C, and a mixed solution composed of 260 g of ethylene oxide, 25 g of propylene oxide, 1 5 g of allyl glycidyl 
ether and 300 g of n-hexane was continuously added over 5 hours. After completion of the addition, the reaction was 
conduction further for 2 hours. The rate of polymerization reaction was 96%. The thus-obtained polymer was in the form 
of evener slurry compared with Polyether-based Polymer No. 4, and so the inner wall surface of the autoclave and stir- 
ring blades were very clean. To the slurry thus obtained, were added 57.6 g of a 5% toluene solution of 4,4'-thiobis(6- 
tert-butyl-cresol), and the mixture was stirred. After the solvent was separated from the slurry through a wire screen, 
the residual powdery polymer was vacuum-dried overnight at 40°C to obtain a polymer sample in the form of clear pow- 
der. 

(Polyether-based Polymer No. 6) 
(Preparation of catalyst solution) 

[0143] An autoclave having an internal volume of 5 liters and equipped with a stirrer was purged with nitrogen and 
charged with 2,100 g of n-hexane and 63 g of the same catalyst solution as that used in Polyether-based Polymer No. 
4. The internal temperature of the autoclave was set to 30°C, and a mixed solution composed of 2 g of ethylene oxide, 
4 g of propylene oxide and 6 g of n-hexane was added with stirring. The reaction mixture was aged for 1 hour. 

(Preparation of polymer) 

[0144] The internal temperature of the autoclave containing the catalyst solution after the above-described treatment 
was set to 60°C, and a mixed solution composed of 260 g of ethylene oxide, 20 g of propylene oxide, 20 g of allyl glycidyl 
ether and 300 g of n-hexane was continuously added over 5 hours. After completion of the addition, the reaction was 
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conduction further for 2 hours. The rate of polymerization reaction was 95%. The thus-obtained polymer was in the form 
of evener slurry c mpared with Polyether-based Polymer No. 4, and so the inner wall surface of the autoclave and stir- 
ring blades w re very clean. To the slurry thus obtained, were added 57 g of a 5% toluene solution of 4,4'-thiobis(6-tert- 
butyl-cresol), and the mixture was stirred. After the solvent was separated from the slurry through a wire screen, the 
residual powdery polym r was vacuum-dried overnight at 40°C to obtain a polymer sample in the form of clear powder. 
[0145] These results are shown in Table 2. 



Table 2 



Polyether-based 
Polymer No. 


1 


2 


3 


4 


5 


6 


Polymer composition 














(wt . % ) 














EO ( *1 ) content 


70 


97 




90 


90 


90 


PO (*2) content 


30 




97 


9 


7 


5 


AGE <*3) content 




3 


3 


1 


3 


5 


Polymer properties 
ML 1 + 4 , 100°C 


70 


70 


70 


90 


93 


95 



Note: 

(*1) EO: ethylene oxide 



( : 2 ) PO : propylene oxide 

(*3) AGE: allyl glycidyl ether. 



35 

[Examples 1 to 9, Comparative Examples 1 and 2] 

[0146] A commercially available diene rubber shown in Table 4, or any of Diene Rubber Nos. 1 to 6 prepared in Prep- 
aration Example 1 , as raw rubber, and Polyether-based Polymer No. 5 prepared in Preparation Example 2 were used. 
40 On the basts of the formulation shown in Table 3, the whole amount of the raw rubber, a half amount of silica and a half 
amount of a silane coupling agent were mixed with one another at 170°C for 2 minutes in a 250-ml Brabender mixer, 
and the remaining compounding agents except for sulfur and a vulcanization accelerator were then added to knead the 
mixture for 2 minuets at the same temperature. 

[0147] After each of the mixtures thus obtained, sulfur and the vulcanization accelerator were then added to an open 
as roll controlled at 50° C to knead them, the kneaded mixture was press-vulcanized at 160°C for 30 minutes to produce 
test pieces, thereby determining their various physical properties. The results are shown in Table 4. 



so 



55 
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Table 3 



Formulation 1 


First 


Second 


Third 


Raw rubber 




Whole 


- 


- 


Silica 




Half 


Half 


- 


Silane coupling agent 


<*1) 


2.5 


2. 5 


- 


Polyether- based polymer 




- 


Whole 


- 


Stearic acid 




- 


1-8 


- 


Zinc oxide 




- 


1.3 


- 


Oil 


(*2) 




15 




Wax 






5 




Antioxidant 


(*3) 




2 




Sulfur 








1.4 


Vulcanization accelerator 


(*4) 






2 . 5 



Note: 

(*1) Si69 (product of Degussa AG) 

(*2) Sansen 410 (product of Nippon Oil Co., Ltd.) 
(*3) Nocrac 6C (product of Ouchi-Shinko Chemical 



Industrial Co., Ltd.) 
(*4) Nocceler CZ (product of Ouchi-Shinko Chemical 
Industrial Co., Ltd.) 
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Table 4 





Example 


Comp 


. Ex. 




1 


2 


3 


4 


5 


6 


7 


8 


9 


1 


2 


Raw rubber (parts) 
























SBR1502 (*1) 


100 


100 


100 
















100 


uiexis xcuiJLJcir no * ± 


_ 


_ 


_ 


100 


_ 


- 


_ 


_ 


_ 






Diene Rubber No. 2 










100 










- 




Diene Rubber No. 3 












1UU 








- 


- 


Diene Rubber No. 4 














100 






- 


- 


Diene Rubber No. 5 












_ 




100 


_ 


- 


- 


Diene Rubber No. 6 


















100 


100 


- 


CompoundinQ 
























component (Darts ) 
























Polyetner - based 


1 


5 


10 


5 


5 


5 


5 


10 


10 






Polymer No. 5 
























Silica (*2) 




65 


65 


65 


65 


65 


65 


65 




- 


- 


Silica (*3) 


65 
















65 


65 


65 


Tensile strength 


108 


122 


115 


138 


142 


133 


145 


164 


125 


114 


100 


index (*4) 
























Heat build-up index 


108 


128 


113 


167 


167 


215 


288 


664 


115 


105 


100 


(*4) 
























Antistatic property 


A 


O 


O 


o 


o 


O 


O 


o 


O 


X 


X 


Processability 


A 


O 


O 


o 


o 


O 


O 


o 


o 


X 


X 



Note: 



(*1) Styrene-butadiene copolymer rubber [styrene content: 

23.5%, Mooney viscosity (ML 1+4 , 100°C) = 50; product of 

Nippon Zeon Co., Ltd.] 
(*2) Z1165MP (specific surface area determined by nitrogen 

absorption = 175 m 2 /g; product of Rhone -Poulenc S.A.) 
(*3) Nlpsll AQ (specific surface area determined by 

nitrogen absorption = 200 m 2 /g; product of Nippon 

Silica Industrial Co., Ltd.) 
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(*4) Expressed in terms of an index assuming that the 
value of Comparative Example 2 is 100. 



[0148] As apparent from the results shown in Table 4, it is understood that the rubber compositions (Examples 1 to 
io 9) according to the present invention are excellent in all properties of tensile strength, heat build-up resistance and 
processability and are excellent to the full in antistatic property as well. It is also understood that even when the amount 
of the polyether-based polymer compounded is 1 part by weight per 100 parts by weight of the diene rubber, its improv- 
ing effect is developed (Example 1 ), that when the polar group-containing diene rubber is used as the diene rubber, the 
resultant rubber compositions are balanced among the properties of tensile strength, heat build-up resistance and proc- 
is essability at a higher level (Examples 4 to 9), and that when silica having a smaller specific surface area is com- 
pounded, the resultant rubber compositions are balanced among the tensile strength, heat build-up resistance and 
processability at a still higher level (Examples 2 to 8). On the other hand, the rubber compositions (Comparative Exam- 
ples 1 and 2) comprising the diene rubber and silica and containing no polyether-based polymer are poor in processa- 
bility and insufficient in tensile strength and heat build-up resistance, and involve a problem that they are charged. 

20 

[Examples 10 to 14, Comparative Example 3] 

[0149] A commercially available diene rubber shown in Table 6, and any of Diene Rubber Nos. 7 to 1 1 prepared in 
Preparation Example 1 , as raw rubber, and Polyether-based Polymer No. 5 prepared in Preparation Example 2 were 
used. On the basis of the formulation shown in Table 5, the whole amount of the raw rubber, a half amount of silica and 
a half amount of a srlane coupling agent were mixed with one another at 170°C for 2 minutes in a 250-ml Brabender 
mixer, and the remaining compounding agents except for sulfur and a vulcanization accelerator were then added to 
knead the mixture for 3 minuets at the same temperature. 

[0150] After each of the mixtures thus obtained, sulfur and the vulcanization accelerator were then added to an open 
roll controlled at 50°C to knead them, the kneaded mixture was press-vulcanized at 160°C for 30 minutes to produce 
test pieces, thereby determining their various physical properties. The results are shown in Table 6. 



35 



40 



45 



50 
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Table 5 



Formulation 2 


First 


Second 


Third 


Raw rubber 




Whole 


_ 


_ 


Silica 


(*D 


20 


20 




Silane coupling agent 


(*2) 


2 


2 




Polyether-based polymer 




_ 


Varied 




Stearic acid 






2.5 




Zinc oxide 






1.5 


_ 


Aromatic oil 


<*3) 


- 


10 


-• 


Wax 






2 




Antioxidant 


(*4) 




2 




Sulfur 








1.2 


Vulcanization accelerator 


(*5) 






0.1 


Vulcanization accelerator 


(*6) 






2 



Note: 

(*1) Ultrasll VN3 (specific surface area measured by 

nitrogen absorption =175 m 2 /g; product of Degussa AG) 



(*2) S169 

(*3) Fucoal M (product of Fujikosan Co., Ltd.) 
(*4) Nocrac 6C 

(*5) Nocceler D (product of Ouchi-Shinko Chemical 

Industrial Co., Ltd.) 
(*6) Nocceler CZ 
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Table 6 





Exanple 


Comp . 
Ex. 


10 


11 


12 


13 


14 


3 


Raw rubber (parts) 
















Diene Rubber No. 


7 




70 










70 


Diene Rubber No. 


8 






70 








- 


Diene Rubber No. 


9 








60 




- 




Diene Rubber No. 


10 










60 






Diene Rubber No. 


11 












60 




IR2200 




(*D 


30 


30 


40 


40 


40 


30 


Polyether-based 


polymer 


(Darts) 














Polyether-based 


Polymer 


No. 5 


5 


5 


5 ■ 


5 


5 




Tensile strength index 
Heat build-up index 
Antistatic property 
Processability 


<*2) 
(*2) 


105 
108 

o 
o 


125 
120 

o 
o 


135 
135 

O 
O 


141 
146 

o 
o 


148 
159 

o 
o 


100 
100 

X 

A 



Note: 

(*1) Polyisoprene rubber [Mooney viscosity (MLi +4 , 100°C) = 
100; product of Nippon Zeon Co.. Ltd.] 



(*2) Expressed in terms of an index assuming that the 
value of Comparative Example 3 is 100 . 



[0151] As apparent from the results shown in Table 6, it is understood that even when any of various styrene-butadi- 
ene copolymer rubbers, which are different in styrene content and vinyl bond content in the butadiene bond portions, is 
used, the rubber compositions (Examples 10 to 1 4) according to the present invention are excellent to the full in all prop- 
erties of tensile strength, heat build-up resistance and processability and are excellent to the full in antistatic property 
as well. It is also understood that when the styrene content in the styrene-butadiene copolymer rubber falls within a 
range of from 10 to 50%, more preferably from 15 to 40%, the resultant rubber compositions are balanced among ten- 
sile strength and heat build-up resistance at a higher level. 

[Examples 1 5 to 21 , Comparative Example 4] 

[0152] Any of commercially available diene rubbers shown in Table 8, and/or Diene Rubber No. 4 and/or No. 12 pre- 
pared in Preparation Example 1, as raw rubber, and any of Polyether-based Polymers No. 1 and Nos. 3 to 6 prepared 
in Preparation Example 2 were used. On the basis of the formulation shown in Table 7, the whole amount of the raw 
rubber, a half amount of silica and a half amount of a silane coupling agent were mixed with one another at 1 70°C for 
2 minutes in a 250-ml Brabender mixer, and the remaining compounding agents except for sulfur and a vulcanization 
accelerator were then added to knead the mixture for 3 minuets at the same temperature. 
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[0153] After each f the mixtures thus obtained, sulfur and the vulcanization accelerator were then added to an open 
roll controlled at 50°C to knead them, the kneaded mixture was press-vulcanized at 160°C for 30 minutes to produce 
test pieces, thereby determining th ir various physical properties. The results are shown in Table 8. 



Table 7 



Formulation 3 


Pi ret" 

r lis l 




l nira 


Raw rubber 




wnoie 






Silica 


(*1> 


30 


30 




Silane coupling agent 


(*2> 


2 


2 




Polyether-based polymer 






Varied 




Diethylene glycol 






Varied 




Stearic acid 






2 




Zinc oxide 






X 




Silicone oil 






10 




Wax 






5 




Antioxidant 


<*3) 




2 




Sulfur 








1 . 1 


Vulcanization accelerator 


(*4) 






0.5 


Vulcanization accelerator 


<*5) 






2 



Note : 




(*1) 


Z1165MP 


(*2) 


Si69 


<*3) 


Nocrac 6C 


(*4) 


Nocceler D 


(*5) 


Nocceler CZ 
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Table 8 





Example 


Cornp. 
Ex. 




15 


16 


17 


18 


19 


20 


21 


4 


Kaw rviDDer [parts j 


















Diene Rubber No. 4 


I D 


75 


75 


75 


75 


75 


75 


75 


Diene Rubber No. 12 












25 






BR1220 (*1) 


25 


25 


25 


25 


25 


- 




25 


NR (*2) 














25 




Polvether-based 
Dolymer (Darts) 


















Polyether-based 

Polymer No. 1 
















- 


Polyether-based 

Polymer No . 3 




3 












- 


Polyether-based 

Polymer No. 4 






3 










- 


Polyether-based 

Polvmer No 5 


- 


- 


- 


5 


- 


5 


- 


- 


Polyether-based 

Polymer No. 6 










5 




5 




Dlethylene glycol 
















3 


Tensile strength 
index (*3) 


102 


112 


110 


118 


115 


120 


130 


100 


Heat build-up index 
<*3) 


101 


110 


115 


120 


111 


143 


131 


100 


Antistatic property 


O 


A 


o 


O 


o 


o 


o 


X 


Prooessability 


o 


o 


o 


O 


o 


o 


o 


X j 



Note: 



(*1) Polybutadiene rubber [Mooney viscosity (ML I+4 , 100°C) = 

45; product of Nippon Zeon Co., Ltd.] 
(*2) Natural rubber [Mooney viscosity (ML 1+4 , 100°C) = 60] 
(*3) Expressed in terms of an index assuming that the 

value of Comparative Example 4 is 100. 



[0154] As apparent from the results shown in Table 8, it is understood the rubber compositions (Examples 15 to 21) 
according to the present invention are excellent in all properties of tensile strength, heat build-up resistance and proc- 
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essability and are excellent to the full in antistatic property as well. It is also understood that when th polyether-based 
polymer compounded is a copolymer containing, as a comonomer, an unsaturated epoxide such as ally I glyctdyl ether, 
properties of the resultant rubber compositions, such as tensile strength and heat build-up resistanc , are markedly 
improved (Examples 1 6 to 21 ), that when the c nt nt of ailyl glycidyl ether is 1 to 5 wt%, the improving effects on these 
5 properties become highest (Examples 17 to 1 9), and that the use of the polyether-based polymer having a high ethyl- 
ene oxide content results in the rubber compositions highly improved in antistatic property (Examples 15 and 17 to 21). 
On the other hand, the rubber composition (Comparative Example 4), to which di ethylene glycol has been added in 
place of the polyether-based polymer, is poor in processability, is not sufficiently improved in tensile strength and heat 
build-up resistance and has no antistatic property as well. 

10 

[Examples 22 and 23, Comparative Examples 5 and 6] 

[0155] A commercially available diene rubber shown in Table 10 and Diene Rubber No. 10 prepared in Preparation 
Example 1 , as raw rubber, and Polyether-based Polymer No. 2 prepared in Preparation Example 2 were used. On the 
15 basis of the formulation shown in Table 9, the whole amount of the raw rubber, the whole amount of the polyether-based 
polymer, a half amount of silica and a half amount of a silane coupling agent were mixed with one another at 170°C for 
2 minutes in a 250- ml Brabender mixer, and the remaining compounding agents except for sulfur and a vulcanization 
accelerator were then added to knead the mixture for 3 minuets at the same temperature. 

[0156] After each of the mixtures thus obtained, sulfur and the vulcanization accelerator were then added to an open 
20 roll controlled at 50°C to knead them, the kneaded mixture was press-vulcanized at 160°C for 30 minutes to produce 
test pieces, thereby determining their various physical properties. The results are shown in Table 10. 



30 



45 



55 
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Table 9 



Formulation 4 


First 


Second 


Third 


Raw rubber 




Whole 


- 


- 


Polyether-based polymer 




Varied 


- 


- 


Silica 


(*1) 


Half 


Half 




Carbon black 


(*2) 


_ 


Whole 


_ 


Silane coupling agent 


<*3) 


Half 


Half 




Stearic acid 




- 


3 


- 


Zinc oxide 






1 




Wax 






10 




Antioxidant 


<*4) 




10 




Sulfur 








1 . 5 


Vulcanization accelerator 


<*5) 






1.8 



Note : 

<*1) Z1165MP 

(*2) Seast KH (product of Tokai Carbon Co., Ltd.) 
(*3) Si69; 8 wt - % of the amount of silica compounded 
(*4) Nocrac 6C 
(*5) Nocceler CZ 
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Table 10 





Example 


Comp. Example 




22 


23 


5 


6 


Raw rubber fnarts) 










Diene Rubber No. 10 


80 


80 


80 


80 


MR (*1) 


20 


20 


20 


20 


Conpoundina component (carts) 










Polyether-based Polymer No, 2 


5 


5 






Carbon black 


5 


10 


5 


30 


Silica 


50 


45 


50 


25 


Tensile strength index (*2) 


112 


114 


100 


102 


Heat build-up index (*2) 


115 


106 


100 


91 


Antistatic property 


o 


o 


X 


o 


Processability 


o 


o 


A 


A 



Note: 



(*1) Natural rubber [Mooney viscosity (MLi* 4 . 100°C) = 50] 
(*2) Expressed in terms of an index assuming that the 
value of Comparative Example 5 is 100. 



[0157] As apparent from the results shown in Table 10, it is understood the rubber compositions (Examples 22 and 
23) according to the present invention are excellent in all properties of tensile strength, heat build-up resistance and 
processability and are excellent to the full in antistatic property as well. On the other hand, antistatic property can be 
improved by compounding carbon black even when no polyether-based polymer is added. However, such a rubber 
composition (Comparative Example 6) is not preferred because it is poor in heat build-up resistance, and is not suffi- 
ciently improved in tensile strength and processability. 

INDUSTRIAL APPLICABILITY 

[0158] According to the present invention, there are provided rubber compositions in which tensile strength and proc- 
essability, which have hitherto been weak points of silica-compounded rubber materials, can be highly improved without 
impairing excellent rolling resistance (heat build-up resistance) which constitutes a feature of such rubber materials. In 
addition, the rubber compositions according to the present invention also have excellent antistatic property. Therefore, 
the rubber compositions according to the present invention can be used in various fields of applications, for example, 
various parts for tires, such as treads, carcasses, sidewalks and beads; rubber products such as hoses, window frames, 
belts, shoe soles, rubber vibration insulators and automobile parts; and further toughening rubbers for resins such as 
impact -resistant polystyrene and ABS resins, making good use of their excellent properties. Although the rubber com- 
positions according to the present invention are suitable for use in, particularly, tire treads of fuel consumption -reducing 
tires making good use of their excellent properties, they are also suitable for use in tire treads, sidewalks, under treads, 
carcasses, beads and the like of all-season tires, high performance tires, stud! ess tires, etc. 
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Claims 

1 . A rubber composition comprising 100 parts by weight of a diene rubber (i) and 0.1 to 25 parts by weight of a poly- 
ether-based polym r (ii). 

2. The rubber composition according to Claim 1 , wherein the Mooney viscosity (ML| +4, 100°C) of the diene rubber (i) 
falls within a range of from 10 to 200. 

3. The rubber composition according to Claim 1 or 2, wherein the content of conjugated diene units in the diene rub- 
ber (i) is at least 40 wt%. 

4. The rubber composition according to Claim 1 or 2, wherein the diene rubber (i) is composed of a polar group-con- 
taming diene rubber (i-A), or a polar group-containing diene rubber (i-A) and another diene rubber (i-S). 

5. The rubber composition according to Claim 4, wherein the polar group-containing diene rubber (i-A) is a diene pol- 
ymer containing conjugated diene monomer units and optionally units of another copolymerizable monomer, to a 
portion of which a polar group is bonded. 

6. The rubber composition according to Claim 5, wherein the polar group is a hydroxyl. oxy or amino group. 

7. The rubber composition according to Claim 1 or 2, wherein the polyether-based polymer (ii) is a polymer having 
ether bonds in its main chain. 

8. The rubber composition according to Claim 7, wherein the polymer having ether bonds in its main chain is an addi- 
25 tion polymer ol at least one oxirane compound. 

9. The rubber composition according to Claim 8, wherein the oxirane compound is at least one selected from the 
group consisting of alkylene oxides, epihalohydrins and unsaturated epoxides. 

30 10. The rubber composition according to Claim 9, wherein the polyether-based polymer is at least one selected from 
the group consisting of homopolymers of alkylene oxides, copolymers of at least two alkylene oxides and copoly- 
mers of an alkylene oxide and an unsaturated epoxide. 

1 1 . The rubber composition according to Claim 1 , wherein the Mooney viscosity (ML 1 +4 , 1 00°C) of the polyether-based 
35 polymer (ii) falls within a range of from 10 to 200. 

12. The rubber composition according to any one of Claims 1 to 1 1, which further comprises silica. 

13. The rubber composition according to Claim 12, wherein the compounding proportion of the silica is 10 to 200 parts 
40 by weight per 1 00 parts by weight of the diene rubber. 

14. The rubber composition according to Claim 12, wherein the specific surface area of the silica is 50 to 400 m 2 /g in 
terms of a specific surface area determined by nitrogen absorption (BET method). 

4S 1 5. The rubber composition according to Claim 12, which further comprises carbon black. 

16. The rubber composition according to Claim 12, which further comprises a silane coupling agent. 

17. The rubber composition according to Claim 1 or 2, which further comprises a vulcanizing agent, a vulcanization 
so accelerator and a vulcanisation activator. 

18. The rubber composition according to Claim 1 7, which comprises, per 100 parts by weight of the diene rubber, 0.1 
to 15 parts by weight of the vulcanizing agent and 0.1 to 15 parts by weight of the vulcanization accelerator. 

55 19. The rubber composition according to any one of Claims 1 to 18, which is used for tires. 

20. An ethylene oxide-propylene oxide-unsaturated epoxide terpolymer composed of 50 to 98.9 wt.% of ethylene oxide, 
1 to 35 wt.% of propylene oxide and 0.1 to 15 wt.% of an unsaturated epoxide and having a Mooney viscosity 
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(ML 1+4 , 100°C)of 70 to 150. 
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